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COMPOUNDS CONTAINING 14 AT. CARBON. 


Primary Nucleus C¥H. 


Nitro-nucleus C“X*H?, 


Chrysammic Acid. 
C4HAN20” — CEXxe re O2, 


Braconnot. Ann. Chim. 68, 28. 

CHEVREUL. Ann. Chim. 78, 46; also Gulb. 44, 159. 

Liesia. Schw. 49, 387; Pogg. 13, 205. 

Boutin. J. Pharm. 26,184; also NV. Br. 23, 294. 

ScuunckK. Ann. Pharm. 39,1; 65, 234. 

Ropiquet. NV. J. Pharm. 10, 178. 

Muuper. Scheik. Onderz. 4, 516; 5,178; abstr. J. pr. Chem. 42, 250; 
48, 1, 


From ypvooe¢ and a@ppog (sand). 
Aloetie acid, Polychromatic acid, Artificial Bitter of Aloes, Aloesture, Aloe- 
tinsdure. | 


Formation. By the action of hot nitric acid upon aléin. (Stenhouse, 
Ann. Pharm. '77, 208.) Apparently also by the action of nitric acid upon aporetin, 
one of the constituents of rhubarb, (De la Rue & Miiller, Chem. Soc. Qu. J. 10, 
306.) | 
ty ; 
Preparation. 1 pt. of aloes is gently heated in a capacious flask 
with 8 pts. of strong nitric acid, till gas begins to escape. In this action, 
according to Boutin, a peculiar substance is given off, which he calls eyany/, which, 
however, according to Robiquet, is a mixture of hydrocyanic and formic acids in 
Varying proportions. The liquid begins to boil violently after being removed 
from the fire. As soon as the evolution of gas has ceased, the mixture is 
introduced into a retort and the nitric acid distilled off, 3 or 4 pts. more 
of strong nitric acid then added, and the distillation repeated; the 
residual liquid mixed with water till no further precipitate is thereby 
produced; and the precipitate, consisting of small shining scales, is 
washed with cold water till the water acquires from it no longer a yellow 
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but a faint purple-red colour. The resulting chrysammic acid, still con- 
taining aloetic acid, is triturated with aqueous carbonate of potash; and 
the gelatinous mass, which is thereby formed, with evolntion of carbonic 
acid, is washed with cold water till the whole of the carbonate of potash 
is removed, then dissolved in boiling water, and the solution filtered; as 
the liquid cools, the pure potash-salt separates in golden yellow lamine. 
These crystals are dissolved in boiling water, and decomposed by nitric acid; 
and the chrysammic acid, which separates in the form of a yellow pow- 
der, is washed with cold water, till the nitric acid is completely removed, 
and the water is coloured no longer yellow, but light purple-red. In 
treating the chrysammic acid with carbonate of potash, an excess of the 
latter must be avoided as far as possible, because it produces a decom- 
position and reddening of the salt (from admixture of aloetic acid?). 
The same decomposition oceurs when the acid, as Schunck recommends, is 
boiled with carbonate of potash. 


Properties, Yellow powder, often light yellow or greenish yellow, 
consisting of small shining scales. (Schunck.)  Boutin’s polychromatic acid 
was dark red brown. A mixture of aloetic or aloeretic acid gives to chrysammic acid 
an orangetinge. By boiling with sulphuric acid, it isconverted into a green modification. 
(Mulder.) The acid when slowly heated in contact with the air, melts to 
a brown liquid, giving off a large quantity of gas, and diffusing a small 
quantity of greenish vapour. (Schunck.) It melts when heated and 
gives off red vapours.. (Mulder.) Tastes’ very bitter and astringent; 
reddens litmus. (Braconnot, Boutin, Schunck.) 


Calculation. Boutin. Schunck. . Mulder. b 
14 ae 84) A ee Oe eee 39-40-30 307d sl. O80 4. “ee 
DON et ee 28 «a 18°33 wear ee ch ee eee) A U4 
eerie. et PH ely (2G ciara 1d Uleae LBO®y ah L:0p* 2 1:06 
et a eee OH vn, VARS 18. AF-S One 26°30) 2 S645. .... cee 
C4N*ZH2O! 210 .... 100°00 _....... 1000... 100°00_ .... 100°00__.... 100°00 


Decompositions. 1. The acid, heated in a glass tube sealed at the 
bottom, melts with copious evolution of gas, but detonates immediately 
afterwards with a bright flash, filling the tube completely with soot 
and emitting a strong odour of hydrocyanic and nitrous acids. (Schunck.) 
It detonates when suddenly heated (Braconnot, Chevreul), between 300° 
and 400°, according to Boutin, giving off carbonic oxide, carbonic acid, 
nitrogen, olefiant gas, hydrocyanic acid, and charcoal (Chevreul, Boutin), 
emitting the odour of formic, hydrocyanic and nitrous acids, and yielding 
a large quantity of charcoal. (Mulder.)— 2. When quickly heated in 
contact with the air, it detonates violently, and burns with a bright, very 
sooty flame, leaving a very difficultly combustible charcoal. (Schunck.) 

8. Dry chlorine gas does not act upon the acid at ordinary tempera- 
tures, but eliminates hydrochloric acid on the application of heat. 
(Schunck.) — 4. Jt is dissolved by strong nitric acid, especially by the 
fuming acid, and on boiling, is slowly converted into picric acid.— 5. By 
distillation with chloride of lime and water, it yields chloropicrin. 
(Stenhouse.) — 6. Oil of vitriol does not act upon the acid at ordinary 
temperatures; but at a boiling heat it eliminates hyponitric acid, sulphur- 
ous acid, carbonic oxide, and carbonic acid, and separates violet chry- 
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iodin.— 7. Chrysammic acid dissolves in 3 or 4 pts. of dilute sulphuric 
acid; water added to the brown solution throws down a green powder 
(Robiquet’s chrysammelide) consisting of pure chrysammic acid, which has 
merely assumed a different state of aggregation, as shown by Mulder’s 
analysis 6. Chrysammic acid is not altered by boiling with very dilute 
hydrochloric or sulphuric acid. 

8. When chrysammic acid is boiled with potash-ley, carbonate of 
potash, baryta-water, or lime-water, a black-brown liquid is produced 
containing chrysatric acid. —9. Hydrosulphate of ammonia imparts to it 
a beautiful violet colour, which changes to indigo-blue when heated, 
from formation of chrysindamide and a compound of chrysindin with 
oxide of ammonium. — 10. When sulphurous acid in excess is passed 
into a solution of chrysammic acid in ammonia, the liquid turns brown, 
and does not yield any precipitate when treated with hydrochloric acid; 
if an excess of sulphurous acid be avoided, the liquid acquires a fine 
violet colour, and hydrochloric acid throws down from it a brown jelly. 
(Mulder.) —11. Protochloride of tin colours the aqueous acid violet 
after a while, the colour changing to indigo-blue when the liquid is 
heated. 


Combinations. Chrysammic acid dissolves sparingly in cold water 
(in 125 pts. according to Braconnot, in more than 800 pts. according to 
Liebig), forming a light red solution; more abundantly in hot water 
(in 850 pts. of water at 100°, according to Boutin), forming a purple-red 
solution; the solution is coloured yellow by nitric or hydrochloric acid. 
In nitric acid and other mineral acids it is somewhat more soluble than 
in water. In saline solutions, also, it dissolves more abundantly than in 
cold water. (Mulder.) 

Chrysammic acid has for salifiable bases, as strong an affinity as 
oxalic acid. The chrysammates are all yellow, mostly crystallise in small 
needles or scales, and exhibit on the crystalline faces a gold-green 
metallic lustre; the amorphous chrysammates exhibit the same lustre 
when rubbed with a hard body. They detonate violently when heated, 
but less so than the picrates. They are all, even those of the alkalies, 
but very sparingly soluble. In acetates they dissolve more readily 
than in pure water, but less when heated than in the cold. 


Chrysammate of ammonia does not appear to exist, inasmuch as chrysammic acid 
and ammonia immediately form chrysammide. 


Chrysamimate of Potash. — Preparation, p. 1.— Crystallises on cooling 
from a hot solution, in gold-green laminz exhibiting the most splendid 
iridescence ; when quickly cooled, it separates as an amorphous red 
powder. The powder is easily burnished upon glass, and then exhibits 
a remarkable dichroism, both by transmitted and by reflected light. By 
transmitted light polarised in the direction of the streak, its colour varies 
from flesh-red to blood-red; at right angles to the streak, from carmine 
to crimson; by reflected light polarised in the direction of the streak: 
steel-grey, passing into violet, or at greater angles of incidence, violet 
to deep indigo; at right angles to the streak, brass-yellow, or at greater 
angles of incidence, metallic green to dark steel-blue. (Brewster, Hai- 
dinger, Wien. Akad. Ber. 8, 97.) — Heated to 120° in a current of dry 
air, the salt gives off 9°5 per cent. of water (3 At. calculated quantity 
9°8). Mulder. 
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Schunck. Mulder. 


pA LS oak 47°2 Lo O26 cerece 17°36* ee Le 
SP Gl halite fp 84°) Sel See 34°55... 34°1 
Hee i.ages 1:0 0:40, tices 0°95 0°8 

VB Ape ete: Soi 28°0 113238 We ie 10°69 11°2 
Uy EG DEES 88°0 DO°AO oi Acdes 35°93 35°0 
CYUNPH ROMs)... 248°2" .4.°100°00° “ae 1060°00_ .... 106°0 


Schunck deduced from his own analysis, the formula KO,C’N?H°OP, but over- 
looked the water. 

The salt detonates when heated, emitting the same odour as the 
acid — It dissolves sparingly in cold water (in 1250 pts. according to 
Schunck); in boiling water it dissolves pretty easily, forming a fine red 
solution. 


Chrysammate of Soda. — The aqueous acid immediately forms with 
acetate of soda, a red jelly, which, after washing with cold water, dissolves 
in boiling water, and the solution, if quickly cooled, deposits the soda- 
salt, in the form of a red, or sometimes a greenish yellow powder; by 
slow cooling it is obtained in crystals. —Gives off 11°6 p.c. (3 At.) 
water at 155°. (Mulder.) It is as sparingly soluble in water as the 
potash-salt, 


Mulder. 
CHNVH OU ocsectecuies 7 Dee (O71) 
NiO tee te led th ee ere 11°97 
BE 5 5 a Ol ae Hen Te Ree toe Se 11°92 
CENA MaQO' sr Sada, WOOO Mi enccerss 100°00 


Chrysammate of Baryta. — Formed by mixing a solution of chloride 
of barium, drop by drop, with a boiling solution of chrysammate of potash. 
Heavy precipitate of a fine vermillion colour. When rubbed with a hard 
substance, it acquires a yellow golden lustre. Insoluble in water. Deto- 
nates when heated. (Schunck, Mulder.) Contains 139 p.c. (5 At.) 
water, of which only 3 At. are given off at 110°; to render it anhydrous, 
it must be heated for a long time to 154°. (Mulder.) 


Mulder 
Schunck, at 110°. 
CLO E Peed rot Aeon A lie = Re BISA Belay eee WAAL 
jb ig eek ton. Ch tr Oe, Bie Ale Ae Ak 5 gee Se leita dU ed spelt 
ve Ber bake ©. a RP eee 5s ape OD Ome Lee | 
aL erathis hei ee. ind a. 1924777 era 
Es) Shige Sey FP. sie Sot bee Cs Soros 
PEN FL Ba 2 A ei. PALO eae Se 100°00 


Chrysammate of Strontia.— A solution of a nitrate of strontia is 
added by drops to a warm aqueous solution of chrysammic acid or 


chrysammate of potash. Light purple salt more soluble than the baryta- 
salt. (Mulder.) 


Chrysammate of Lime.— Obtained by decomposing a warm solution 
of chrysammate of potash with chloride of calcium, or by heating acetate 
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of potash with chrysammic acid. Dark red, somewhat crystalline 
powder. (Schunck, Mulder.) — After drying in the air, it gives off 
20 p.c. (6 At. water) at 145°, (Mulder.) 


Mulder. 
CHNZEEOU uc, cesscsththvae ih ig at aes 10°4 
Ca) PRS ei ieee: ak ella Seer 9°4 
CG FLO ats Ao, ee gal de a a 20°2 
CEN-HCaOP -- OA g 62, 100°0. - c.nccnvts 160°0 


Chrysanunate of Magnesia. — Prepared like the baryta-salt. Light 
red powder, soluble with tolerable facility in hot water. After drying in 


the air, it contains 19°6 per cent. of water, the whole of which is given 
off at 154°. (Mulder.) © 


Chromic Chrysammate is of a dirty brown colour, and sparingly soluble. 


Chrysaminate of Manganese.— Obtained by decomposing acetate of 
manganese with chrysammic acid. Has a fine red colour; dissolves in 
water with tolerable facility. After drying in the air, it contains 16 per 
cent, (5 At.) of water, which goes off at 145°, (Mulder.) 


Mulder. 
CIAO Ee ent nsec 201°0 Wl Sae te ZAG 
dd RAY <a MER pe ame em 35°6 1 ip a ae 12°29 
tye EL RME See, heey krone 45°0 16° On eae 16°65 
CEN iin 2h Ag. 2ol-0 o..2'LO0-On Gea 1090:00 


Chrysammate of Zinc. — Chrysammate of potash forms with sulphate 
of zinc a very sparingly soluble precipitate of a fine purple-red colour. 
(Mulder.) Small dark-red needles haying a golden lustre. (Schunck.) 


Chrysammate of Cadmium. — Aqueous chrysammic acid is not pre- 
cipitated by nitrate of cadmium. Chrysammate of potash forms with 
nitrate of cadmium a dark purple precipitate soluble in water. (Mulder.) 


Chrysammate of Lead. — a, Monodasic. ~ Obtained by double decom- 
position of chrysammate of potash with a soluble lead-salt, or by 
treating neutral acetate of lead with a warm solution of chrysammic acid. 
(Mulder.) — Brick-red powder. (Schunck.) Insoluble in water. Gives 
off 12°6 p.c. (5 At.) water at 155°, (Mulder.) 


Mulder 
Schunck. at 155°. 
PiOer ean 111°8 Oe FAS cess BA 10" ic 1D O 

ot ee Be eee ees 84°0 Ze Oa sects 26°82 
DIN Lae ccs 28°0 S10 mr oases 8°40 
Hee 4 ee 1:0 O32 ew 0°78 
i Oe 4 eo 88:0 ppl FOU eee 29°81 
CYMPTnPbO’.,,, 312°8. _.... 108°00 -.....:.. 100°00 


6. Bibasic.— Obtained by dropping a hot solution of chrysammate 
of potash into an aqueous solution of neutral acetate of lead. Dark 
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red precipitate, which becomes lighter in colour and granular when 
heated, (Mulder.) 


Mu!der 

at 120° 
2 POC sears ccsvbureeisiivatrsterstets 2a5%0 SIH) c: steas 51-61 
AC Sete ras tasccaiterdencns thetic: 84:0 10:37? Sac... 20°28 
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C“NVH PbO” « PbO,HO.. 443:6 .......100°00. wu 100°00 


Ferrous and Ferrie Chrysammates. — Obtained by double decompo- 
sition. Deep violet-coloured, dissolving with tolerable facility in water. 
(Mulder.) 

Chrysammate of potash forms with Cobalt-salts a brownish yellow, 
sparingly soluble precipitate; in nickel-salts, a sparingly soluble preci- 
pitate of a fine purple colour. 


Chrysammate of Copper. — By dropping a warm solution of chrysam- 
mate of potash into a solution of sulphate of copper, a dark red powder 
is precipitated. (Schunck, Mulder.) It dissolves in hot more readily 
than in cold water, and crystallises from the boiling solution on cooling, 
in dark purple-red needles having a yellow golden lustre. (Schunck.) 
If the potash salt was not free from aloetic or aloeretic acid, the wash-water acquires 
a violet colour. (Mulder.) 


Mulder 
at 120° 
C4UN?PH OU 7... 20VOacy2 .Sa746 
Ci) pad ced tents BOB foes) OS44 tears vated 16°45 
C¥4N2HCuO?2 ........ 240°8 4255100°00 


Tetrahydrated Chrysammate of Copper.— Pure chrysammic acid is 
triturated with acetate of copper, and the mixture digested for some time 
at 80°. At 150°, or when dried for a considerable time at 100°, the salt 
gives off 13°4 per cent. of water. (Mulder.) 


Mulder. 
CHNVZFHCu0® oe 240°S" 3" 86°C 
A TAO) rd ee ee ene ce ai ee la ee 1377 


C4N?2HCuO” + 4Aq .... 276°8 .... 100°0 


Mercurous Chrysammate.— Purple-red, sparingly soluble in water. 


A solution of chrysammate of potash is not precipitated by solution of corrosive 
sublimate. 


Chrysammate of Silver. — Dark brown, somewhat crystalline. Streak 
golden yellow. (Schunck.) Dark violet crystalline needles, sparingly 
soluble in cold water, readily in hot. (Boutin.) Dark violet, nearly 
insoluble in water, (Mulder.) 
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Chrysammate of Gold. — Precipitated from gold solutions by chrysam- 
mate of potash; yellowish brown. Dissolves in hot water without 
change of colour, but is nearly insoluble in cold water. (Mulder.) 


Chrysammate of Platinum.— Yellow.— Obtained by dropping a 
platinum solution into a warm solution of chrysammic acid, or by 
double decomposition of chrysammate of soda with chloride of platinum. 
(Mulder.) 


In alcohol and in ether, chrysammic acid dissolves more readily than 
in water. (Schunck.) It dissolves in 70 to 80 pts. of cold alcohol of 
36°. (Boutin.) 

It imparts to silk and wool a very fine and permanent crimson, violet, 
or blue colour, according to the mordant used. (Boutin.) 


Chrysammide, 
CYNSHVOYts CUHAdX*O?,HO, 


Scuunck. Ann. Pharm. 39, 22; 65, 286. 
Ropiquet. WV. J. Pharm. 10, 177. 
Muuper. Schetk. 4, 486; 5, 184; abstr. J. pr. Chem. 48, 5. 


Chrysammamsdure, Chrysamminamide. 


Preparation. 1. Dry ammoniacal gas is passed over dry chrysammic 
acid at 100°, the acid then giving off water and assuming a deep violet 
colour. (Mulder.) --2. Chrysammic acid is dissolved in boiling ammo- 
nia, and the dark purple solution left to cool, whereupon the chrysammide 
crystallises out. (Schunck.) — Chrysammic acid is treated with excess of 
ammonia, and the resulting violet-red jelly washed with water and dried 
at 100°. (Mulder.) The chrysammide obtained by boiling chrysammic acid with 
ammonia, is contaminated with chrysatric acid. (Mulder.) 


Properties. Green needles having a metallic lustre, reddish brown 
by transmitted light. (Schunck.) Dark violet amorphous powder ; 
crystallises from solution in hot water in violet-gold-green lamine. 


(Mulder.) 


_ Schunck, Mulder. 
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According to this, the formation of chrysammide would be attended, 
contrary to the general rule, with the separation of only 1 At. water : 


CUN?H208 + NH3 = C¥N5H40" + HO, 


8 PRIMARY NUCLEUS C¥H*: NITRO-NUCLEUS C*X?H?. 


Mulder found, that, in the preparation of chrysammide by the first pro- 
cess, the chrysammic acid lost 4:4 per cent. of water, the quantity required 
by calculation being 4:3.— Schunck leaves it undecided whether his 
chrysammide should haye the formula C*®N7H”0" or C°N7H”O™, As 
chrysammide combines with bases, Mulder is of opinion that Schunck’s 
preparation contained ammonia. ’ 7 


Decompositions. 1. Strong hydrochloric acid does not act on chry-- 
sammide at ordinary temperatures, but when heated with it, produces 
sal-ammoniac and chrysammic acid. — 2. By continued action of strong 
nitric acid, in the cold, or by boiling the aqueous solution with nitric 
acid, chrysammide is reconverted into chrysammic acid. (Schunck, 
Mulder.) — 8. Cold oid of vitriol dissolves chrysammide, forming a yellow 
solution; and if this solution be immediately mixed with a large quan- 
tity of water, the liquid assumes a beautiful violet colour, and deposits 
the greater part of the chrysammide in the unaltered state. If the 
yellow solution in oil of vitriol be mixed with a small quantity of water 
and heated, it loses its colour and deposits chrysammic acid in the form 
of a greenish yellow powder. When oil of vitriol has acted upon chry- 
sammic acid fora long time, the violet colour is not reproduced by water; 
and on heating the liquid, chrysammic acid separates out. (Mulder.) 


According to Schunck (Ann. Pharm. 66, 237) when hydrochloric or sulphuric 
acid is added to a hot aqueous solution of chrysammide, the liquid on cooling, yields 
dark olive-green needles of amido-chrysammic acid, whose composition is either 
C¥N?H4OH (the same as that of chrysammide) or C¥N*40%, 


Calculation J. Calculation I. Schunck. 
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(According to Mulder, these crystals are a mixture of chrysammide with a small 
quantity of chrysammic acid.)—The substance dissolves in water, forming a dark 
purple solution, and is not reprecipitated by strong acids. It unites with salifiable 
bases, forming salts, which very much resemble the chrysammates, but may be dis- 
tinguished from the latter by their property cf giving off ammonia when treated with 
caustic potash. — Amidochrysammate of potash, prepared by treating the acid with a 
cold solution of carbonate of potash, separates when recrystallised from boiling water, 
after the excess of carbonate of potash kas been removed by washing, in small needles, 
possessing the metallic green lustre of chrysammate of potash. — Amidochrysammate 
of Baryta separates as a dark red crystalline powder, when a solution of chrysammide 
is boiled for some time with chloride of barium, and is immediately precipitated on 
mixing the solution of chrysammide and chloride of barium with ammonia. 


Schunck. 
UPS Dep SS pen Roeper S450 Teer BOs IO wince 29°93 
Ps Oe a aie As L3G a. 1-77 
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ALOERETIC ACID. 9 


According to Mulder, the precipitate formed by boiling chrysammide with chloride 
of barium, consists of chrysammate of baryta, the liquid, as Schunck also found,-con- 
taining sal-ammoniac; when ammonia is added to a solution of chrysammide and 
chloride of barium, a compound of chrysammide and baryta is deposited. 


4, Strong potash-ley decomposes chrysammide at ordinary tempera- 
tures, with evolution of ammonia. (Mulder.) When the aqueous solu- 
tion of chrysammide is boiled with potash, baryta, or lime, ammonia 
escapes and the liquid turns brown, yielding the decomposition-products 
of chrysammie acid. (Schunck, Mulder.) 


Combinations. Chrysammide dissolves readily in water, forming a 
violet solution. It combines with salifiable bases. Its compounds with 
soda, baryta, lime, manganous oxide, zinc-oxide, cupric oxide, and silver- 
oxide, are soluble in water. 

The compound of chrysammide with lead-oxide is produced on mixing 
neutral acetate of lead with a warm aqueous solution of chrysammide, 
which has been freed from ammonia by continued boiling: it is nearly 
insoluble in water. (Mulder.) 


Mulder, af 169°, 
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When heated above 100°, it gives off ammonia, and leaves a mixture 
of chrysammie acid and oxide of lead. (Mulder.) 


Chrysammide dissolves in alcohol and ether more readily than in 
water. 


Appendix to Chrysammic Acid. 


Aloeretic Acid. C™“NH?0”. 


E. Scnuncx. Ann. Pharm. 89, 24. 
G.J. Muuper. Scheik. 5,188; J. pr. Chem, 48, 14. 


Formation. By treating aloes for a short time with nitric acid. (If 
the action be longer continued, the only products are aloetic and chry- 
sainmic acids.) 


Preparation. 1. The alcoholic mother-liquor obtained in the prepa- 
ration of aloetic acid (C“X?H*O*) is neutralised with chalk; the liquid 
filtered from the precipitate (containing oxalate of lime, &c.) is precipi- 
tated with neutral acetate of lead; and the precipitate is suspended in 
water, and decomposed by sulphuretted hydrogen: the liquid filtered 
from the sulphide of lead yields aloeretic acid by evaporation. (Mulder.) 
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—2. Crude chrysammic acid is boiled with carbonate of potash; the 
liquid filtered from the chrysammate of potash is precipitated by chloride 
of barium; and the precipitate decomposed by nitric acid. (Schunck.) 


Properties. Brown amorphous mass. (Mulder.) When boiled with 
nitric acid, it is converted, first into aloetic, then into chrysammic acid. 
— With potash, soda, baryta and lime, it forms brown, soluble, uncrystal- 
lisable salts; with the oxides of lead and silver, it forms insoluble salts. 
(Mulder.) The lead-compound prepared in the manner above described 
contained in one preparation 63:0 p. c, (5 At.) of lead-oxide; in another, 
58:24 p.c. (3 At.). The latter compound was converted into the former 
by boiling with water. The organic substance combined with the lead- 
oxide, gave the following composition : 


Vlaanderen. 
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Aloetic Acid, C™N’H‘O™, ? 


KE. Scuunck. Ann. Pharm. 89, 24; 65, 235. 
G. J. Muuper. Scheik. 5,173; J. pr Chem. 48, 39. 


Formation. By the continued action of nitric acid upon aloes, chry- 
sammic acid being formed at the same time. 


Preparation, 1, Crude chrysammic acid (p. 1), obtained by treat- 
ing aloes with nitric-acid, is washed with water and boiled with 
alcohol, which dissolves the aloetic acid and leaves the greater part of 
the chrysammic acid. The chrysammic acid separates as the liquid 
cools; and the filtrate when evaporated yields aloetic acid still slightly 
contaminated with chrysammic acid, which separates on cooling from 
solution in boiling aleohol. The residual solution yields, by evaporation, 
pure crystalline aloetic acid. (The mother-liquor retains aloeretic acid.) 

2. Crude chrysammic acid is boiled with carbonate of potash; the 
liquid filtered from the chrysammate of potash, which separates on cool- 
ing, is treated with chloride of barium; and the liquid filtered from the 
precipitated aloeretate of baryta (aloeretate and chrysatrate, according to 
Mulder) is mixed with nitric acid, which separates the aloetic acid. 
(Schunck.) 


Properties. Orange-yellow crystalline powder. (Mulder.) Yellow 
amorphous powder. (Schunck.) Has a bitter taste and reddens litmus 
strongly. 


ALOETIC ACID. ll 


Calculation, according to Schunek. Found. 

Fa Gates. dant OG SS? 40°82 LAR: 40°75 
ONL aacrinecute 28 TORE O05 aa. 11°59 
L Sls Bor ahs, RA AS Sh eg peer 173 
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Calculation, according to Mulder. Found. 
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Mean of the analyses by 


Calculation. Schunck and Mulder. 
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Laurent (Compt. Chim. 1850, 165) assigns to aloetic acid the formula Cl’X2H404, 
which requires 42°86 per cent. of carbon. — According to the formula C4N?H‘O®, 
aloetic acid is isomeric with binitrobenzoic acid C4X?H?#,O4, 


Decompositions. Aloetic acid treated with strong nitric acid, is com- 
pletely converted into chrysammic acid, with evolution of hyponitric 
acid, but without formation of oxalic or picric acid. (Schunck) : 


C¥4N?H‘O2 + 2NO® = C¥UN?H?7O” + 2HO + 2NO%4. 


Protochloride of tin converts it into hydroaloetic acid. (Mulder.) When 
dry ammoniacal gas is passed over the acid, it takes fire even at 0°, 
giving off a large quantity of gas and forming a carbonaceous substance. 
(Mulder.) 


Combinations. Aloetic acid dissolves sparingly in cold, more abun- 
dantly in boiling water. (Mulder.) 
The aloetates are for the most part easily soluble in water. 


Aloetate of Potash. — Small shining needles, which dissolve in water 
with blood-red colour, the solution when slowly evaporated depositing 
long ruby-coloured shining crystals. (Schunck.) 


Aloetate of Baryta. — Obtained by heating aqueous aloetic acid with 
acetate of baryta. Brown-red nearly insoluble powder. (Mulder.) 


Mulder. 
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1 aly lak a BAe OU OE cccncees 30°77 
BIN teitectevianct 28°0 WEGE Tes... 9°84 ° 
BE Patten eager 3°0 120 7a wae 1:09 
[oe freer ne eee 88:0 SA AGs mrt ee 31°00 
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Aloetate of Lead. —On mixing a solution of aloetate of baryta in a 
large quantity of water with neutral acetate of lead, a dark red powder 
is obtained insoluble in water. (Mulder. ) 


Mulder. 
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Aloetamide. 


rr Ones Aa Ke 
Muuper. Scheik. 5,178; abstr. J. pr. Chem. 48, 9. 


Formation. By the action of dilute ammoniacal gas on aloetic acid. 
— The acid dissolves in aqueous ammonia, forming a solution of a 
beautiful violet colour. 


Preparation. Ammoniacal gas, largely diluted with. air is passed 
over dry aloetic acid; the acid then loses water aud assumes a deep 
violet colour. 


Properties. Aloetamide is much darker in colour and much more 
soluble than chrysammide. 


Mulder. 
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Decompositions. Nitric acid converts the compound immediately into 
aloetic acid and nitrate of ammonia. Heated with hydrochloric acid, it 
yields sal-ammoniac and aloetic acid. The aloetic acid thus obtained 
has a green colour, 


Chrysatric Acid. 


Scnunck. Ann. Pharm. 55, 240. 
Mcuper. Scheik. 5,194; abstr. J. pr. Chem. 48, 16. 


Produced by the‘action of alkalies, caustic baryta, or lime, on chry- 
sammic acid. Was regarded by Schunck (Ann. Pharm. 65, 284) as 
aloeretic acid. 

Chrysammic acid heated with potash-ley is dissolved, forming a dark 
brown liquid from which acetic acid expels carbonic and formic acids, 


CHRYIODIN. 13 


but does not precipitate any thing. When strong potash-solution is used, 
ammonia is given off, and on addition of an acid, hydrocyanic acid [?] 
escapes. — When chrysammic acid is heated with moderately strong 
solution of potash, till the whole is dissolved, the addition of acetate of 


lead to the cooled liquid gives rise to a brown precipitate of chrysatrate of 
lead. (Mulder.) 


Rost van Tonningen, 


at 150°. 
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From another preparation 55:03 p.c. of lead oxide was obtained ; but the organic 
substance united with it had the same composition. (Mulder.) 


According to Schunck, the solution of chrysammate of potash is 
precipitated by acids; the resulting brown precipitate he names aloeretic 
acid. When the solution is precipitated by chloride of barium, and the 
washed precipitate treated with a small quantity of sulphuric acid, a 
liquid is obtained which contains baryta and when evaporated leaves a 
residue of delicate laminze containing: 


Schunck. 
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Chryiodin. 
Muiper. Scheik. 5, 209; abstr. J. pr. Chem. 48, 19. 


Chrysammic acid boiled with oil of vitriol, is converted, with very 
violent evolution of hyponitric acid, sulphurous acid, carbonic oxide, 
and carbonic acid, into a dark violet substance which Mulder calls 


chryiodin. 


Calculation. Mulder. 
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Chryiodin heated with strong nitric acid, yieids a large quantity of 
hyponitric acid vapours, and a red solution, which does not contain 
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chrysammic acid. It dissolves in dilute potash-ley, forming a beautiful 
violet-coloured liquid from which it is again separated as a violet-coloured 
jelly by hydrochloric acid. 

Chryiodin is but partially soluble in ammonia; the undissolved 
portion, after being washed with water, forms a blue jelly of chryiodamide. 


Rost Van Tonningen, 


Calculation. at 120° 
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The portion dissolyed in ammonia yields by evaporation, indigo- 
coloured chryiodide of ammonium insoluble in pure water. 


Calculation. ealgep 
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This compound dissolves readily, with evolution of ammonia, in 
caustic potash, forming a violet solution which is precipitated by hydro- 
chloric acid. When heated with hydrochloric acid, it yields ammonia, 
the colour of the warm solution becoming lighter. 


Hydrochrysammide. 


_ E. Scuuncx. Ann. Pharm. 65, 241. 


pera by the action of reducing agents on chrysammic or aloetic 
acid. 

1. When chrysammic acid is introduced into a boiling solution of sul- 
phide of potassium containing excess of potash, it dissolves with deep blue 
colour, and the solution, on cooling, deposits a large quantity of needle- 
shaped crystals which are recrystallised from boiling potash-ley, and then 
washed and dried. 

2. Chrysammic acid is boiled with an aqueous solution of proto- 
chloride of tin, whereupon the liquid immediately turns blue, and after 
the excess of acid and of tin-salt has been removed, and the residue 
dissolved in boiling potash-ley, the hydrochrysammide erystallises out on 
cooling, but is difficult to free from oxide of tin. 

_ Indigo-coloured, nearly black needles, copper-coloured by reflected 
light, and haying a metallic lustre. — When heated in a tube, they give 
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off violet vapours which deposit blue crystals on the cold parts of the 
tube; but the greater part of the substance is dccomposed, with evolution 
of ammonia. 


Schunck. 
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{According to this, the substance is isomeric with nitrobenzamide = C'*XAdH?,O?; 
but as it decomposes without detonation when heated, it does not appear to contain 


hyponitric acid, and is perhaps C4Ad?H?0° (= CAd?H?01,0? ?). L.]. 


When heated on platinum foil, it decomposes without detonation. — 
Boiled with nitric acid, it gives off a large quantity of red fumes, and 
yields a dark brown liquid net containing chrysammic acid. — When 
suspended in water through which chlorine gas is passed, it is gradually 
decomposed and dissolved. 

It is insoluble in water, but dissolves with brown colour in oil of 
vitriol, whence it is precipitated in small flakes by water. It dissolves in 
caustic and in carbonated alkalies, forming indigo-coloured solutions, 
whence it is precipitated in blue flakes by acids. 

In boiling alcohol, it dissolves sparingly, with faint blue colour. 

Mulder (Scheik. 5, 208), by heating chrysammic acid with ammonia 
and passing sulphuretted hydrogen into the warm liquid, obtained a blue 
liquid and a blue substance which remained undissolved: this latter he 
designated as chrysindide of oxide of ammonium. 

The blue liquid yielded by evaporation a blue residue, called by 
Mulder chrysindamide. Both these bodies contained sulphur mechanically 
mixed, and were otherwise constituted as follows: 


Chrysindide of Oxide of Ammonium, 


Calculation. Mulder, 
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Chrysindamide. 
Calculation. Mulder. 
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By boiling chrysammic or aloetic acid with excess of protochloride of 
tin, Mulder (Schetk. 5, 181; J. pr. Chem. 48, 12) obtained a black-violet 
powder consisting of hydroaloetate of stannic oxide. 
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Mulder. 
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This compound, when immersed in potash-ley, gives off ammonia, and 
assumes a fine blue colour; heated with nitric acid, it deposits binoxide of 
tin, and forms a red solution with evolution of nitrous fumes. In this 
reaction, aloetic acid is first formed and afterwards chrysammiec acid. 


(Mulder. ) 


BENZYLENE SERIES. 


A. Primary Smrirs. 


Primary NuciEevus CH, 


@. A resinous body having this composition is produced by the action of fluoride 
of boron on benzylic alcohol. It gave by analysis 92°86 p.c. carbon and 6°82 p.c. 
hydrogen, the formula requiring 93°33 C and 6°67 H; but the physical properties of 
the body show that it is rather polymeric with benzylene, probably stilbene C3H”. A 
resinous substance having the same properties and probably also the same composition 
is obtained by the action of oil of vitriol, chloride of zine, anhydrous phosphoric acid or 
anhydrous boracic acid on benzylic alcohol or benzylic ether. (Cannizzaro, Ann. 


Pharm. 92, 113.) 


1. Benzylic Ether. 
CHO Cnet): 


Cannizzarno, Ann. Pharm. 92, 115. 


Formation and Preparation. By the acticn of anhydrous boracie 
acid on benzylic alcohol. Fused and pulverised boracic acid is mixed up 
to a paste with benzylic alcohol; the mixture heated for some hours to 
between 120° and 125° ina closed flask placed in an oil-bath; and the 
resulting hard brown mass, treated with boiling water and solution of an 
alkaline carbonate to remove the boracic acid. <A greenish brown oil 
then rises to the surface; and on subjecting this oil to distillation, 
unaltered benzylic alcohol passes over below 300°, and benzylic ether 
between 300° and 315°. In the retort there remains a quantity of the resinous 
hydrocarbon above mentioned (C'4H® or C*H™) saturated with benzylic ether, which 
cannot be separated from the resin by distillation, because it decomposes at the tem. 
perature required to effect the separation. 


Colourless, oily liquid, exhibiting when viewed in certain 


Properties. 
This colour likewise shows itself on the edges of 


directions, a slight indigo tint, 
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the resinous hydrocarbon when it is saturated with the ether. Boils between 300° 
and 815°. 


Cannizzaro (mean). 


Ee te 842+ 57 84° BORA BM s0 84°51 
ids Lge hee 7 7 REE ER 5. 7°28 
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> 9 CAC > 
May also be regarded as CSH'O? = cue +O” 


Deconpositions. 1. The ether heated in a sealed tube, a few degrees 
above 315°, assumes an amber colour and is decomposed, yielding a very 
small quantity of the resinous hydrocarbon, bitter almond oil ( which 
may be extracted by means of bisulphite of soda), and a light oil which 
has the odour of toluol, C“H®, and, like that body, does not solidify in a 
freezing mixture. Probably, a portion of the ether is resolved into water 
and the resinous hydrocarbon: 


CSHMO2 = 2HO + CH”; 
and the rest into bitter almond oil and toluol: 
C32HUO?2 = CHHEO?2 a CHS, 


No gaseous product is evolved. — 2. The ether heated with oil of vitriol 
or anhydrous phosphoric acid is converted into a resinous substance, which 
appears to be identical with that which is obtained by the same means 
from benzylic alcohol, (Cannizzaro.) 


q. Ethylo-benzylic Hthev. 
OPH Oe GALRO CHO} 


Cannizzaro. 1 nuovo Cimento. 8, 397; Liebig & Kopp’s Jahresbericht, 
1856, 581. . 


Vinobenzylic ether, Benzylovinic ether, Benzylate of ethyl, Ethylate of benzyl. 


Obtained by the action of chloride of benzyl on ethylate of potassium: 
C4H/Cl + C*H®KO? = KCI + CSHEO?. 


Chloride of benzyl is boiled with an alcoholic solution of potash in an 
apparatus in which the condensed vapours can continually flow back; and 
the resulting liquid is decanted from the chloride of potassium, and mixed 
with water, whereupon it separates into two layers, the lower of which 
is a concentrated solution of potash, and the upper, ethylo-benzylic ether. 
The latter is distilled, and the portion which passes over at 185°, is dried 
by contact with chloride of calcium and rectified. 

Colourless, mobile liquid, specifically lighter than water, and haying 
an agreeable odour. Boils at 185°. Insoluble in water, 4. 

VOL, XII, c 
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Benzylic Alcohol. 
C¥H®0? = C“H',H?0?. 


CANNIZZARO. (1853). Ann. Pharm. 88, 129; 90, 252; 92,113; 96, 246. 
— More fully: Z0 nuovo Cimento, 1, 84; 2, 212; 3, 397. 


Benzoic alcohol, Benzalkohol, Benzalalkohol, Benzoeséure-alkohol. 


Formation and Preparation. —1. When a solution of I vol. perfectly 
purified bitter almond oil in 8 vol. alcohol is mixed with 5 or 6 yol. of a 
saturated alcoholic solution of potash, the mixture becomes heated, and 
is converted into a crystalline magma, consisting of benzoate of potash 
mixed with alcoholic potash and benzylic alcohol: 


2C4H6O2 + KO,HO = C4H®KO* + C#H80?2, 
a ae 


a al sa ——— 
bitter almond benzoate of benzylic 
oil. potash. alcohol. 


The benzoate of potash is dissolved out by hot water; the alcohol dis- 
tilled off; water added to the residue till the liquid begins to show tur- 
bidity; the liquid then shaken up with ether, which dissolves the benzylic 
alcohol; the ether expelled from the solution by the heat of the water- 
bath ; the brown oily residue distilled; and the distillate rectified, after 
having been dehydrated by fused potash. —2. When acetate of benzyl 
obtained by boiling chloride of benzyl or chlorotoluol with concentrated 
alcoholic potash, is boiled for a considerable time with a strong 
alcoholic solution of potash, and the greater part of the vinic alcohol 
distilled off, the residual liquid separates into two layers, the uppermost 
of which contains benzylic alcohol. By rectifying this liquid and collect- 
ing apart the portion which goes over at 204°, benzylic alcohol is obtained 
in the pure state. 


Properties, Colourless, strongly refracting oily liquid, having a faint 
agreeable odour. Sp. gr. 1:089 (Cannizzaro) ; 1:0507 at 14°4° or 
1:0628 at 0° (H. Kopp, Ann. Pharm. 94, 313); boiling point 204° 
(Cannizzaro); 206°5° at 751-4mm. (Kopp.) Vapour-density between 
3°84 and 3°85, (Cannizzaro.) 


Calculation. 
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Decompositions. 1. The vapour passed through a red-hot tube filled 
with spongy platinum, yields an oil which floats on water, and is a 
mixture of benzol (C¥H°), a volatile solid body, and other compounds 
not yet examined.—2. A solution of benzylic alcohol in bisulphide of 
earbon forms with iodide of phosphorus, a liquid which attacks the eyes 
strongly, and appears to be hydriodate of benzylene, or iodide of benzyl, 
C™H"I; with larger quantities of iodide of phosphorus, a crystalline 
compound, C'H*®O? is obtained. Cannizzaro found 72°36 p.c. C and 6°53 H, 
while the formula requires 72°41 C and 6°89 H.—3. When hydrochloric acid gas 
is passed into benzylic alcohol, the liquid becomes heated, and hydrochlorate 
of benzylene gr chloride of benzyl C“H"Cl is formed. — 4. When ben- 
zylic alcohol is heated with 2 or 3 vol. of strong nitric acid, a violent 
action takes place, continuing after the mixture has been removed from 
the fire; bitter almond oil is produced and rises to the surface of the 
liquid. — 5. Aqueous chromic acid converts benzylic alcohol into benzoic 
acid. —6. Owl of vitriol produces a resin insoluble in water, alcohol and 
ether, sparingly soluble in Nordhausen sulphuric acid, and becoming 
somewhat soft when immersed in warm water.— 7. The alcohol heated 
with anhydrous phosphoric acid or with chloride of zinc, yields a resin 
similar to that which is produced by the action of oil of vitriol. — 
8. Fused boracic acid between 100° and 120° converts benzylic alcohol 
into benzylic ether C“H’0 [or C*®H™0?]; but at higher temperatures this 
ether is converted into benzylene C'%H® [or stilbene C*H™] (p. 16). 
The same products are probably formed by the action of oil of vitriol, 
anhydrous phosphoric acid, and chloride of zinc. —9. Fluoride of boron 
acts energetically and with evolution of heat, upon benzylic alcohol, 
forming boracic acid, hydrofluate of boracie acid, and benzylene C'H® 
[or stilbene]. Fluoride of silicium has no action upon benzylic alcohol. 

10. When 1 vol. benzylic alcohol is distilled with 4 or 5 vol. of a 
saturated alcoholic solution of potash in an apparatus in which the less 
volatile products can flow back, there passes over, after the mixture has 
become solid, a very mobile liquid, which is lighter than water, 
resembles benzol, and consists of a mixture of unaltered benzylic 
alcohol, and a fluid hydrocarbon which boils at 114°, and has the odour 
and composition of toluol. Cannizzaro remarks that this oil is related to the 
benzylene series in the same manner as marsh gas to the methylene series. Should this 
supposed identity with toluol be established, the latter must take its place in the 
benzylene series. 


Combinations. Benzylic alcohol mixes in all proportions with brsulphide 
of carbon, alcohol, ether and acetic acid. 


Bitter Almond Oil. 
C¥H°O? = C¥HE,0?. 


Marries. J. Pharm. 5, 289. 
A. VocEet. Schw. 20, 66; 32, 119. 
ScurRaDER. Berl. Jahrb. 1826; 2, 48. . : 
RosiquEr. Ann. Chim. Phys. 15, 29.—J. Pharm. 8, 295; also Ann. 
Chim. Phys. 21, 250. 
STANGE. Jtepert. 14, 329 and 361; 16, 80. 
c 2 
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Rosievrt and Boutrron CHartarp. Ann. Chim. Phys. 44, 852; also 
Pogg. 20, 494. 

Wouter & Lissic. Ann. Pharm. 22,1; also Pogg. 26, 328. 

Winckier. Repert. 58, 289; 92, 328. — Jahrb. pr. Pharm. 22, 89. 

Laurent. Ann. Chim. Phys. 62, 25; 65, 192; 66, 181; 69, 397.— 
N. Ann. Chim. Phys. 1, 292; 36, 842.— Inst. 1840, 862. — 
Rev. scient. 18, 200. 

ZINN. Ann. Pharm. 34, 188. 

RocuLtEepER. Ann. Pharm. 87, 346. 

VouckEn., Pogg. 62, 444. 

Lepace. J. Chim. méd. 24, 865; abstr. V. J. Phaygn. 15, 40.— 

ia JS Pharms 15,274. 

Grecory. Ann. Pharm. 54, 372. 

QuapRaT. Ann. Pharm. 71, 18. 

BERTAGNINI. Ann. Pharm. 79, 259; 85, 1838. 


Benzaldide, Laurel oil, Kirschlorbeerél, Peach-leaf oil, Pfirsichbldétterdél, 
Traubenkirschenél, Hydride of Benzoyl, Oxide of Picramyl, Essence d’amandes 
ameéres. 


Martrés (1803), Vogel and Schrader found that almonds may be 
made to yield, in addition to fixed oil and prussic acid, a peculiar volatile 
oil; Stange showed that the crystallised acid produced from bitter 
almond oi] is benzoic acid; Robiquet, Wohler & Liebig demonstrated the 
mode of formation of bitter almond oil; and Wohler & Liebig, in 1882, 
determined its composition and described its properties. 

The amygdaliferous parts of Pomex, Amygdalew, and shrubby 
Spireee, when macerated in cold water and distilled, yield, after a while, 
bitter almond oil and hydrocyanic acid. (Comp. vii, 389; also Wicke, 
Ann. Pharm. 79, 79; 81, 241; 83, 176.) — This volatile oil does not 
exist ready formed in the dry tissues of the plants; for the oil expressed 
from dry bitter almonds has neither smell nor taste (Martrés, Robiquet); 
and no volatile oil is extracted by alcohol or ether from bruised bitter 
almonds (Robiquet & Boutron Charlard), from dry laure] leaves, 
(Winckler, Lepage), or from the bark of Prunus padus. (Winckler.) 
Laurel leaves treated with boiling water and distilled yield little 
or no bitter almond oil. (Winckler, Lepage.) — Fresh laurel leaves 
contain a small quantity—proportional to their amount of water— 
of bitter almond oil and hydrocyanic acid, which may be extracted by 
ether (Winckler, Lepage); also the leaves of Prunus padus and Amyg- 
dalus persica. (Winckler.)  ° 


Formation. 1. By heating benzylic alcohol with strong nitric acid. 
(Cannizzaro, Ann. Pharm. 88, 180.) —2. By the action of hydride of 
copper on chloride of benzoyl. (Chiozza, Compt. rend. 36, 631.) —3. By 
the dry distillation of sugar. (Vélckel, Ann. Pharm. 85, 68.) — Furfurol 
obtained by the dry distillation of sugar, appears by its odour to contain 
traces of bitter almond oil. (Vélckel.) —4. By the action of nascent 
hydrogen, evolved by the action of zine or hydrochloric acid, upon cyanide 
of benzoyl (qg.v.) hydrocyanic acid being formed at the same time. The 
same transformation is effected, though less quickly, by heating the 
cyanide of benzoyl with mercury and hydrochloric acid. . (Kolbe, Ann. 
Pharm, 98, 344.)—5. By the action of nitric acid upon oil of cin- 
namon. (Mulder, J. pr. Chem. 18, 385.) By heating cinnamie acid 
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with nitric acid or peroxide of lead. (Dumas & Peligot, Mulder, 
Mitscherlich.) — 6. By boiling styracin or styrone with sulphuric acid 
aud peroxide of manganese (Joel, dnn. Pharm. 70, 5), or styracin with 
aqueous chromic acid. (Laurent.)—7. By heating stilbene with aqueous 
chromic acid. (Laurent.)— 8. By boiling protein-substances with 
aqueous chromic acid or with sulphuric acid and peroxide of manganese. 
(Guckelberger, Ann. Pharm. 64, 39; Keller, Ann. Pharm. 72, 26).— 
9. By the decomposition of mandelic acid. —10. By the decomposition 
of amygdalin. —-11. By subjecting a mixture of benzoate and formiate 
of lime, in successive small portions, to rapid dry distillation: 


(CHH502,0)CaO + C2HO3,CaO0 = CHH502,H + 2(Ca0,CO?). 


benzoate of lime. formiate of — bitter almond 
lime. oil. 


A brown oily liquid then passes over, from which the bitter almond oil 
may be separated by combination with bisulphite of soda. (Piria, 
Cimento, 3,126; Ann. Pharm. c. 104 ; see also Limpricht, dnn. Pharm. 
97, 368, 


Preparation. Bitter almonds freed from fixed oil by cold pressing, 
are stirred up to a thin paste with water, the mixture left to stand for 
between 12 and 24 hours at the ordinary temperature (between 30° and 
40°, according to Bolle, V. Br. Arch, 87, 30) and then distilled with 
water. 

If the distillation is performed over the open fire, the mass is very apt 
to froth over, especially, at the beginning of the ebullition, when the . 
emulsion coagulates, and forms capsular envelopes round the vapour- 
bubbles. It is necessary therefore to use a capacious vessel, and to keep 
the heat moderate at the beginning, or else to break the bubbles by 
stirring. Haenle, after macerating the almond-paste to a pulp, throws 
it into the still when the water is already boiling. (Lepert. 18, 383.) — 
But the surest way of preventing the mass from boiling over, as well as 
from burning, is to distil it by a steam-heat, either by placing the almond- 
paste (mixed with chopped straw, according to Heussler, Jahr’. pr. Pharm. 
7, 367), on a cloth resting on the flat sieve-formed bottom of the still, 
and passing steam through it, or by covering the bottom of an ordinary 
still with a layer of coarse sand several inches thick, and saturated with 
water (Veling), or again by covering the bottom of the still with a 
moderately thick layer of straw, pouring water upon this, then covering 
it with a coarse cloth, and pouring the almond-paste upon the cloth. 
(Mohr.) Another method is to strain through a cloth the liquid obtained 
by macerating the almonds for 24 hours, press the residue, again stir it 
up with water, and strain, and lastly subject to distillation the liquid 
thus freed from the greater portion of the solid matter. (Wohler, Hand- 
worterbuch, 1, 747.) 

The heavy oil which passes over contains prussic acid and various 
products of decomposition (according to Henry & Plisson, J. Pharm. 14, 
451, it consists of 74°40 p.c. C, 5°84 H, 5-9 N and 11°79 O), and there- 
fore requires purification. ‘This is effected: (a). By repeated agitation 
with potash-ley (1 pt. hydrate of potash to 1 pt. water), (A. Vogel, 
Schrader,) or with ferrous or ferroso-ferric hydrate (obtained by mixing 
an aqueous solution of green vitriol or protochloride of iron with potash 


or hydrate of lime (Schrader, Wéohler & Liebig, Winckler), or with 
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water and a small quantity of mercuric oxide (v. Ittner), and distilling. 
—(b). Or by agitating the oil with three or four times its volume of an 
aqueous solution of bisulphite of soda, of 27° B.; collecting on a filter 
the crystalline mass which forms after some hours; leaving it to dry on 
a porous tile; washing with cold alcohol; then dissolving in the smallest 
quantity of cold water; and decomposing the solution with carbonate of 
soda. ‘The oil which rises to the top of the liquid is then decanted and 
distilled with chloride of calcium. (Bertagnini.) 

A quantity of bitter almond oil which had acquired a yellow colour from the burn- 
ing of the paste, became in the course of five months, black-brown and opaque. Cotton 
was soaked in the oil and the liquid distilled; a colourless oil then passed over, the 
colouring matter remaining attached to the cotton. (Schlesinger, Repert. 22, 145.) — 
[Respecting the preparation and purification of bitter almond oil, see also G. Whipple, 
Pharm. J. Trans. 13, 597 ; and Groves, ibid. 599.] 


7 2. From Cyanide of Benzoyl. — Hydrochloric acid is poured upon 
cyanide of benzoyl in a tubulated retort; heat applied sufficient to melt 
the crystallised cyanide; and granulated zine introduced. The evolution 
of hydrogen caused by the action of the zinc on the hydrochloric acid, 
ceases as soon as the vessel is shaken so as to bring the cyanide of 
benzoyl well in contact with the zine, the hydrogen, as it is evolved, then 
combining, partly with the cyanogen and partly with the benzoyl to form 
bitter almond oil C*H°O?,H; after a while, the liquid cyanide in contact 
with the zine acquires a yellow colour, the odour of hydrocyanic acid 
becomes apparent, and afterwards that of bitter almond oil. A consi- 
derable quantity of zinc is required to render the transformation complete. 
Towards the end of the operation, the zinc becomes covered with a dirty 
yellow unctuous mass, which when heated with excess of potash-ley, is 
decomposed, with formation of yellowish red oily drops; and on subse- 
quently distilling the liquid, bitter-almond oil passes over in considerable 
quantity [and may be further purified by means of bisulphite of soda in 
the manner above described]. (Kolbe.) — At a later period of the distillation, 
the distillate becomes milky and contains benzoin, a body polymeric with bitter almond 
oil. To prevent this conversion of the bitter almond oil into benzoin, a portion of the 
yellow unctuous mass was distilled with milk of lime, after addition of protosulphate 
of iron; the distillate however contained only traces of bitter almond oil: hence Kolbe 
concludes that the yellow mass contains bitter almond oil, not merely in a state of mixture, 
but chemically combined with some other substance (perhaps with hydrocyanic acid as 
described by Vélkel, Pogg. 62, 444), forming a compound which is decomposed by 
hot potash-ley, but not by hydrate of lime. {| 


Properties. Colourless, mobile, strongly refracting liquid. Sp.gr. 1:043 
(Wohler & Liebig); 1:075 (Chardin Hadancourt ; 1°0499 at 14°6° or 
1:0636 at 0° (H. Kopp, Ann. Pharm. 94, 314); boils at 180°; (according to 
Kopp, its boiling point is 179°1°, when the barometer stands at 751°3 mm.) 
— It has a peculiar odour and burning aromatic taste. When perfectly 
free from hydrocyanic acid, it exerts merely a stimulating not a poisonous 
action. (Robiquet, Grindley, Repert. 97, 222; Wohler & Frerichs, Ann. 
Pharm. 66, 336.) 
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_ The radical theory assumes the existence of a radical, Benzoyl = Bz; and if, as 
assumed by Wohler & Liebig, this radical = C'H*°O?, then bitter almond oil is the 
hydride of benzoyl = BzH, and hypothetical anhydrous benzoic acid is BzO, or if, 
according to the hypothesis of Berzelius, Bz = C“H?, then bitter almond oilis BzO,HO, 
and hypothetical anhydrous benzoic acid is BzO*. Laurent assumes the existence of a 
radical called picramyl, Pcr = C4H®, the oxide of which is bitter almond oil = PerO?, 
— As bitter almond oil treated with alcoholic potash yields benzylic alcohol and benzoic 
acid, List & Limpricht (Ann. Pharm. 90, 190) suppose that it is analogous in compo- 
sition to the compound ethers, and to be regarded as C!H70,C#H°O?; but since 
Cannizzaro has actually formed the benzoate of benzyl, and shown that it possesses 
totally different properties, itis best for the present, to regard bitter almond oil as the 
aldehyde of the benzylene series. 


Decompositions. 1. The vapour is not decomposed by merely passing 
through a red-hot tube (Wohler and Liebig), but when slowly passed 
through a red-hot tube filled with fragments of pumice-stone, it is resolved 
into benzol and carbonic oxide gas. (Barreswil and Boudalt, V. J. 
Pharm. 5, 265); 

CHH&O? = C#H® + 200% 


2. Bitter almond oil, in contact with oxygen gas either dry or moist, or 
with the air, absorbs oxygen, and is converted into benzoic acid (A. Vogel, 
Stange, Robiquet, Stenhouse, dann. Pharm. 89, 253), without ‘the simul- 
taneous formation of any other products. (Wohler and Liebig.) The 
action is accelerated by heat (Stange) or by sunshine. (Wohler & 
Liebig.) It burns with a luminous and very sooty flame. (A. Vogel, 
Wohler & Liebig.) 

4, By dry chlorine, it is converted into chloride of benzoyl and hydro- 
chlorie acid; by bromine into bromide of benzoyl and hydrobromie acid. 
(Wohler & Liebig): 

CHH'O? + 2Cl = CHH'CIO? + HCL. 


When chlorine gas is passed for several days into bitter almond oil, and 
the liquid ultimately warmed, there is obtained a crystalline mixture of 
benzoic acid, chloride of benzoyl, and stilbesous acid. (Laurent.) In 
moist chlorine gas, bitter almond oil immediately becomes white and 
crystalline (A. Vogel); when saturated with moist chlorine gas, it yields 
benzoate of bitter almond oil, and hydrochloric acid. (Robiquet & 
B. Charlard, Liebig, Laurent.) —5 In cold strong nitric acid, bitter- 
almond oil dissolves without decomposition (Liebig & Wohler); by fum- 
ing nitric acid or by a mixture of nitric acid and oil of vitriol, it is con- 
verted into hydride of nitrobenzoyl. (Bertagnini.) — By continued boiling 
with aqueous todic acid, bitter-almond oil is converted into benzoie acid, 
- without any formation of carbonic acid. (Miller, Compt. rend. 19, 271.) 
— 7. It dissolves in cold ov of vitriol without decomposition; the solution 
when heated, becomes purple-red, and then black, with evolution of car- 
bonic acid. — When 1 pt. of fuming sulphuric acid is poured upon 8 pts. 
of bitter-almond oil, the liquid becomes heated, turns brown and thick, 
and on cooling forms a solid mixture of unaltered bitter almond oil and 
stilbylous acid. (Laurent.) With anhydrous sulphuric acid, bitter 
almond oil forms sulphomandelic acid. (Mitscherlich, Zehrd. Aufl. 4, 
1, 163. 

8. ites ation oil heated with pentachloride of phosphorus, forms 
chloride of benzylene and oxychloride of phosphorus (Cahours, Compe. 
rend. 25, 725): 


CHH5O? + PC = CHHSC? + PCHO?. 
9. With chloride of sulphur, bitter-almond oil becomes somewhat strongly 
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heated, and the liquid on cooling yields crystals of stilbylous acid. 
(Laurent. ) 

10. Bitter almond water containing hydrocyanic acid, evaporated 
with hydrochloric acid at a temperature below 100°, yields hydrocyanate 
of bitter almond oil. (Vogel, Pogy. 62, 444.) On boiling the liquid, 
mandelic acid is produced. (Winckler, Liebig, 4nn. Pharm. 18, 810.) 

11. Bitter almond oil in contact with aqueous potash, is converted in 
a few weeks into benzoin. (Robiquet, Wohler & Liebig, Laurent.) 
This transformation is very much accelerated by the presence of cyanide 
of potassium, — Bitter almond oil which has not been rectified, and 
therefore contains prussic acid, when shaken up with dilute potash and 
alcohol, is converted in the course of 24 hours into benzoin. The oil 
frequently remains liquid after 48 hours, but if then agitated, it solidifies 
in a few minutes. (Laurent. Ann. Chim. Phys. 66,193.) — When bitter 
almond oil containing prussic acid, is dissolved in hot alcoholic potash, it 
solidifies after a few minutes, into a yellow crystalline mass consisting of 
benzoin slightly contaminated with resin. (Zinin, Ann. Pharm. 84, 186.) 
—- When either pure or commercial bitter almond oil is mixed with + of 
its volume of nearly auhydrous prussic acid, and the mixture shaken up 
with alcoholic potash, there is formed, after a while, a floceulent precipi- 
tate consisting of C?H'Cy*O0*. Pure bitter almond oil is converted 
into benzoin with nearly equal facility by contact with a weak alcoholic 
solution of cyanide of potassium. (Zinin, Ann. Pharm. 84,188.) Gregory 
obtained the same body by leaving commercial bitter almond oil for ten 
years in contact with strong potash-ley. (Ann. Pharm. 54, 871.) — 
When bitter almond oil is heated with solid hydrate of potash, hydrogen 
gas is evolved and benzoate of potash formed. (Wohler & Liebig.) — In 
alcoholic potash, even out of contact with the air, bitter almond oil 
forms benzoate of potash, without evolution of hydrogen. (hLiebig & 
Wohler.) By the action of alcoholic potash upon bitter almond oil, 
benzylic alcohol is produced. (Cannizzaro, Ann. Pharm. 88, 129.) 
When bitter almond oil is heated with alcoholic potash, benzoate of 
potash is formed, together with an oily liquid: which appears to be 
benzylic alcohol. (List & Limpricht, dan. Pharm. 90, 190.) 

12. With ammonia, bitter almond oil forms a crystalline mass con- 
sisting principally of hydrobenzamide, C*N?H’’, — Rectified bitter almond 
oil which had: passed over at 180°, was covered with aqueous amnionia, 
and left to stand without agitation for 8 days; 5% of the oil was then 
converted into a solid crystalline mass consisting of nearly pure hydroben- 
zamide. (Laurent, Ann. Chim. Phys. 62, 24.) — Bitter almond oil set 
aside for some days in contact with saturated aqueous ammonia, is con- 
verted. slowly but completely into hydrobenzamide: (Fownes, Ann. 
Pharm. 54, 863.) — Bitter almond oil immersed in aqueous ammonia and 
left to itself in a closed vessel, is converted, in 24—48 hours at ordinary 
temperatures, or in 6-8 hours when heated to the boiling point of the 
aqueous ammonia, into a yellow resinous mass, 5°, of which consists of 
hydrobenzamide, and the remaining ;}; of a yellowish green viscid resin 
having a disagreeable odour. (Rochleder, Ann, Pharm. 41, 89.) — 
Bitter almond oil was shaken up with potash and with chloride of iron, then 
distilled, and the first 1 which passed over, set aside in contact with 
ammonia. A. crystalline substance then separated after a while, and 
at the end of three weeks, half of the oil was found to be solidified. The 
solid mass treated with ether, left a residue consisting of white crystalline 
azobenzoilide = C*N®H” [= C™N°H*]. (Laurent, VW. Ann Chim. Phys. 
T, 304.) | 
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Behaviour of crude commercial bitter almond oil containing prussic 
acid and altered by various influences. with ammonia. — In contact with 
aqueous ammonia, the oi! slowly becomes thicker, and ultimately quite 
solid and friable after drying in the air. (Karls, Pogg. 10, 609.) When 
ammoniacal gas is passed through bitter almond oil, the oil becomes 
pasty, but not solid. (Laurent, Ann. Chim. Phys. 62, 24.) — Commercial 
bitter almond oil covered with an equal volume of strong ammonia was 
converted in four weeks into a yellow resinous mass consisting of: 
1. Hydrobenzamide, C?N?H'*; — 2. Benzyhydramide, C4#N?H"*O?;— 38. A 
body [azobenzoilide?| sparingly soluble in ether, very sparingly in alcohol; 
—4. <Azobenzoyl, C?N?H”;— 5. Benzoylazotide, C?°N?H™. (Laurent, 
Ann. Chim. Phys. 66,18; Laurent & Gerhardt, Compt. Chim. 1850, 113.)— 
Bitter almond oil obtained from almond paste by vapour-distillation from 
above downwards, which had a yellow colour but turned brown after a 
while, was left in contact withammoniafor four weeks: it then became brown 
and viscid, did not yield either hydrobenzamide or benzhydramide when 
treated with boiling ether, but after being treated with ether and boiling 
alcohol, left a residue of amorphous azobenzoide, C*N°H**. (Laurent, Ann. 
Chim. Phys. 69, 790.) — Crude bitter almond oil was distilled by itself, 
and the first two-thirds of the distillate set aside with ammonia for 14 
days, and repeatedly shaken. The whole then solidified into a mass 
consisting: 1. Of Azobenzoyl; —2. Needles dissolving with tolerable 
facility in alcohol; — 3. An oily substance. Another portion of the 
same oil, spread over the flat bottom of a vessel and covered with amnio- 
nia, solidified after eight days; cold ether extracted from the solid mass an 
oily substance, a body crystallising in needles, and azobenzoyl. The 
white powder which remained undissolved was decomposed by hot ether 
into insoluble benzoylazotide and azobenzoidin C*N°H*, which crystal- 
lised in six-sided prisms. (Laurent, V. Ann. Chim. Phys. 1, 302.) 

13. By the action of hydrosulphate of ammonia on bitter almond 
oil, sulphide of benzylene (=C*H™S*) is produced, together with various 
products containing sulphur and nitrogen, and differing according to the 
purity of the oil, and also according to the quantity of the hydrosulphate 
of ammonia and the nature of the liquid in which it is dissolved. — 
Bitter almond oil freed from prussic acid by potash and chloride of iron, 
and dissolved in 8 to 10 times its volume of alcohol, yields sulphide of 
benzylene on being mixed with hydrosulphate of ammonia. (Laurent, 
NV. Ann. Chim. Phys. 1, 292.) — Oil purified in the same manner was 
distilled; the distillate received in three separate portions; and each 
portion placed in contact with hydrosulphate of ammonia. The first 
portion became thick in four weeks, without solidifying, and when treated 
with ether left a white powder. The second portion, in the course of 
four weeks, was for the most part, converted into sulphide of benzylene; 
the third portion still remained liquid after four weeks, but on mixing 
the oily liquid with an equal volume of hydrosulphate of ammonia, it 
was partially converted into sulphide of benzylene. From the products 
of the second and third portions, ether extracted an oily body, which 
became solid when mixed with alcohol and hydrosulphate of ammonia, 
and a mixture of hydride of sulphozobenzoyl with a substance which 
crystallised in needles. (Laurent.) —If the distillation of bitter almond 
oil purified by potash and chloride of iron be interrupted after % has 
passed over, the residue does not yield any sulphide of benzylene when 
treated with alcohol and hydrosulphate of ammonia. (Laurent, V. Ann. 
Chim. Phys. 1, 292.) — When a boiling mixture of 8 to 10 volumes of 
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alcohol and 1 or 2 vol. hydrosulphate of ammonia is mixed with a few drops 
of crude bitter almond oil, a thick oily precipitate is formed, but no sulphide 
of benzylene.—A mixture of 1 vol. crude bitter almond oil, 1 vol. hydro- 
sulphate of ammonia and 1 vol. ammonia was left to stand for a year; and, 
when the nearly solid mass was boiled with ether, hydrosulphate of azo- 
benzoyl C?NHS*, was left undissolved in the form of a white powder. 
(Laurent, V. Ann. Chim. Phys. 1, 800.)—When 1 vol. crude bitter almond 
oil is dissolved in 8 or 10 volumes of alcohol and 1 vol. hydrosulphate of 
ammonia gradually added, a separation of sulphide of benzylene almost 
always occurs after a few minutes. Small quantities of hydrosulphate of 
ammonia added to a boiling alcoholic solution of bitter almond oil 
immediately produce a copious precipitate of sulphide of benzylene. If 
cherry-stone oil be used, the liquid sometimes yields on cooling, long 
radiated needles of a substance not yet further examined, which dis- 
solves readily in boiling alcohol; the solution when evaporated deposits 
an oil and crystalline scales. (Laurent, V. Ann. Chym. Phys. 1, 292.) 
— <A solution of crude bitter almond oil in 5 vol. ether, mixed with 1 vol. 
hydrosulphate of ammonia, solidifies in the course of 3 or 4 weeks into a 
crystalline mass, which when recrystallised from ether, yields pure 
hydride of sulphobenzoyl (thiobenzaldin) C°NH™*S*. (Laurent, Jnstit. 
1840, 302; WV. Ann. Chim. Phys. 36, 342.) —- Crude four-year old peach- 
leaf oil shaken up with polysulphide of ammonium (Spir. Beguini), 
deposited after 8—11 hours a reddish yellow mass of waxy consistence, 
which, when washed with ether, left a residue having the properties of 
sulphide of benzylene.— The same oil dissolved in pentasulphide of 
potassium, and the solution shaken up with aqueous ammonia, yielded 
after a few hours, a yellowish oil which solidified after 8 days. This oil, 
when pressed in paper, yielded a crystalline, yellowish body, which 
dissolved in boiling alcohol, and formed a red liquid with oil of vitriol. 
(Rochleder, Ann. Pharm. 37, 346.)— When the mixture of different 
substances produced by treating bitter almond oil with sulphide of 
ammonium is distilled, water, ammonia, sulphuretted hydrogen and 
several oils pass over first, and then an oily distillate consisting of 
picryl, stilbene, thionessal and lophine. (Laurent, fev. scientif. 
18, 201.) 

14. When bitter almond oil is mixed with ammonia and bisulphide of 
carbon, two layers are produced, the upper of which gradually turns red 
and gives off sulphuretted hydrogen when treated with acid, at the same 
time that a body soluble in potash separates out; in the lower liquid, 
colourless, generally granular crystals of sulphocyanobenzylene, C*N H's?, 
are formed, but generally disappear again if left for some time in the 
liquid. (Quadrat, Ann. Pharm. 71, 13.) 

15. Potassium does not eliminate hydrogen from bitter almond oil; 
but the metal gradually disappears, the oil at the same time being con- 
verted into a dark mass. (Lowig, Lehrbuch, 2, 638.)— 16 and 17. 
Bitter almond oil heated with wrea yields a solid mass of benzoy- 
lureid: 


3CHH8O2 + 4C2N°?H‘0? = C°NSH308 + 6HO, 
and with aniline, benzoylanilide: 


C4HS6O? + CPNH? = CNH" + 2HO. 


(Laurent & Gerhardt, Compt. Chim. 1850, 117.) “ 
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Combinations. a. With water. Bitter almond oil dissolves in 30 
parts of cold water. 


b. With Bisulphite of Ammonia. — Sulphite of Benzosum and Ammonium. 
— With a saturated solution of bisulphite of ammonia, bitter almond oil 
mixes in all proportions. ‘The resulting compound cannot however be 
obtained in the solid state. It appears to be capable of dissolving an 
excess of bitter almond oil, inasmuch as, on adding water to a solution of 
a large quantity of bitter almond oil in bisulphite of ammonia, part of 
the oil separates out. — Ammonia renders the solution turbid, and after 
a while throws down a body having the properties of hydrobenzamide. 
(Bertagnini.) 


ce. With Bisulphite of Potash. — When bitter almond oil is shaken 
up with an aqueous solution of bisulphite of potash of 20—30° Bm., a 
crystalline magma is almost immediately formed, with spontaneous rise 
of temperature. The crystalline mass is left to drain on a filter, then 
dried on a porous tile, washed with cold alcohol, and dissolved as quickly 
as possible in boiling alcohol; as the liquid cools, the compound separates 
in crystalline lamine. 

When crystallised from a dilute solution, it forms beautiful crystal- 
line lamine. It dissolves very easily in pure water, very sparingly in 
water containing alkaline sulphites, and is nearly insoluble in concen- 
trated solutions of those salts. In cold alcohol it dissolves sparingly, in 
boiling alcohol readily. 

The crystals do not change by exposure to the air. The aqueous or 
alcoholic solution is decomposed by boiling. Dilute acids do not act 
upon the compound at ordinary temperatures, but on heating the lquid, 
bitter almond oil separates. Alkalies decompose the compound, with 
formation of an alkaline sulphite and separation of bitter almond oil. 
(Bertagnini.) 


c. With Bisulphite of Soda. — Bitter almond oil shaken up with 8 or 
4 times its volume of a concentrated solution of bisulphite of soda, 
quickly forms a crystalline magma containing all the bitter almond oil. 
This crystalline mass is dried and repeatedly crystallised from hot alcohol 
of 50 per cent. — The compound forms small white aggregated prisms 
having a faint odour and taste of bitter almond oil and sulphurous acid. 
Dissolves readily in water, is insoluble in cold alcohol, sparingly soluble 
in hot alcohol and dissolves pretty readily in hydrated alcohol. 
(Bertagnini. ) 


Bertagnini. 
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[May be regarded as sulphite of benzosum and sodium 1, boso3 + 3Aq. (Gerhardt.)] 


a 


The aqueous solution is decomposed by boiling, the oil separating and 
sulphurots acid gas escaping; the addition of free acids accelerates the 
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decomposition. Dilute acids do not act upon the compound at ordinary 
temperatures. Caustic alkalies and their carbonates produce turbidity, 
and separate the oil. — Iodine and bromine dissolve without colour in the 
aqueous solution, sulphate of soda being formed and the oil separated. 

The compound may be preserved without alteration in closed vessels, 
and changes but very slowly in contact with the air. When heated in 
the air, it is decomposed without charring, bitter almond oil volatilising, 
and the sulphite being oxidised. In a stream of hydrogen, it gives off 
water and bitter almond vil, even below 100°. Nitric acid converts the 
sulphite into sulphate and separates the oil. 

The aqueous solution forms with chloride of bariwm a copious pre- 
cipitate soluble in hydrochloric acid, and containing a portion of the oil. 
Lead and silver-salts are precipitated in like manner. 


e. With Bichloride of Tin, bitter almond oil yields a compound which 
forms fine crystals, but is difficult to purify and decomposes when dried 
in the air orin vacuo. (Lowig. Compt. rend. 21, 371; abstr. J. pr. Chem. 
37, 480.) 


f. With Hydrocyanic acid. — When bitter almond water mixed with 
hydrochloric acid is evaporated at a temperature short of 100°, this 
compound separates, when only a small quantity of liquid is left, in the 
form of a yellowish oil, which may be freed from adhering hydrochloric 
acid by repeated agitation with water, and dried in vacuo over oil of 
vitriol. 

Yellowish oil, nearly inodorous and having a bitter taste. Boils at 
170°. Sp. gr.=1°124. Dissolves sparingly in water. (Vdlckel.) 


Volckel 
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It is partially decomposed even at 100°, and when boiled is resolved 
into hydrochloric acid and bitter almond oil. Potash immediately forms 
cyanide of potassium and liberates the bitter almond oil. — When the 
compound is evaporated with hydrochloric acid, water is taken up, and 
sal-ammoniac and mandelic acid produced. (V6lckel.) 

It dissolves readily in alcohol and ether. (Vélckel.) 


g. With Cyanie acid. — When cyanic acid vapours are passed into 
bitter almond oil, great heat is evolved, and a white heavy body separates 
which increases on addition of ether. — White powder soluble in alcohol 
and erystallising therefrom. (Liebig, dan. Pharm. 23, 140.) 


h, Bitter almond oil dissolves in all proportions in alcohol and ether. 
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Appendix to Bitter Almoittl Oil. 


Laurel-oil. — From the fresh leaves of Prunus Laurocerasus. Light 
yellow, heavier than water, having a strong balsamic taste and smell. 
(Spandaw de Celli¢é.)—In contact with the air, it is converted into 
benzoic acid, and likewise yields this compound in contact with moist 
chlorine gas. (Stange, Repert. 14, 829.) — When treated with lime- 
water and afterwards with chloride of iron, it forms prussian blue. 
(Roloff, A. Gehl. 1, 662.) 

Peach-leaf oil contains, in addition to bitter almond oil, an oil having 
the odour of the fresh leaves and fruit of the peach, quite different from 
that of bitter almond oil. (Winckler, Repert. 67, 159.) Produces ben- 
zoic acid. (Bragnatelli, Ann. Chim. 96, 96.) 


Oil of the Portugal Laurel. — May be obtained from the bark, leaves, 
flowers and seeds.— Transparent, colourless oil, heavier than water. 
Contains hydrocyanic acid and produces benzoic acid. (Giese.) Con- 
tains a peculiar volatile oil, which has a pungent disagreeable odour and 
does not form benzoic acid when exposed to the air. (Winckler, Fepert. 
67, 1, 56.) 

fitter almond water; Laurel-water; Cherry-water; Aqua amygda- 
larum amararum,; Aqua laurocerasi; Aqua cerasorum — are essentially 
aqueous solutions of bitter almond oil containing prussic acid, as they 
are generally obtained, together with bitter almond oil, in the distilla- 
tions of parts of plants containing amygdalin and emulsin. (According 
to Winckler, fepert. 52, 289, they contain cyanide of benzoyl.) — For 
the preparation of these liquids the following directions have been 
given : 

a Bitter almond water. —1. The residue of 2 pounds of bitter almonds 
completely freed from fixed oil by pressure between hot iron plates, is 
stirred up to a thin paste with cold water in a distillatory apparatus 
which admits of being closed, and distilled after 24 hours digestion; the 
distillation is best performed by means of steam (compare p. 21) or in a 
chloride of calcium bath. Two pounds of the distillate are collected. 
(Geiger.) — 2 pounds of bitter almonds freed from fixed oil by cold press- 
ing, are stirred up with 10 lbs. of water, 4 0z. of highly rectified alcohol 
added, and the mixture distilled till 2 lbs. of liquid have passed over. 
(Pharmacopbor.) The addition of alcohol before the distillation is said 
by some to diminish the amount of prussic acid in the distillate; others 
on the contrary maintain that a stronger water is thereby obtained. 
To these prescriptions, are annexed vagious appendices, which for the most part directly 
contradict each other. Compare Gessler (N. Br. Arch. 10, 50), Mohr, Commenta zur pr. 
Pharmacopoe, §. 210), Pauls (N. Br. Arch. 48,154.) According to the Parisian pharma- 


copoeia, a double quantity, and according to the Saxon, atreble quantity of water should 
be distilled off.) 


Notwithstanding every precaution, bitter almond water is often 
obtained of different composition and strength by the same mode of 
preparation. In general, it is a more or less milky liquid smelling and 
tasting strongly of bitter almond oil containing prussic acid. The addition 
of ammonia produces a strong milky turbidity, the more quickly as the 
liquid is stronger. (Veltmann, Ann. Pharm. 34, 235); Lepage, J. Chim. 
méd. 24, 371.) —(According to Weber, it is not altered by ammonia 
NV. Br. Arch. 35, 32.) — Its therapeutic action depends on its amount of 
prussic acid as well as of bitter almond oil. According to Duflos (Pharm. 
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Centralblatt, 1887, 560), it contains on the average 1°2 per cent. of bitter 
almond oil containing prufssic acid or 0'178 p. c. of the acid. The Prussian 
gs age requires that it shall contain 0°14 per cent. of prussic 
acid, 

b. Laurel.water. — 2 pts. of the fresh leaves of the common laurel 
(Prunus laurocerasus or Cerasus laurocerasus) are distilled with water 
and 8 pts. of the distillate collected. (Geiger.) — Exhibits the pro- 
perties of bitter almond water — Mixed with ammonia, it becomes 
turbid after some time only and in a less degree than bitter almond 
water. (Veltmann, Ann. Pharm. 84, 285; Oswald, WV, Br. Arch. 
88, 100.) Weber found exactly the contrary. — According to Lepage, 
laurel-water behaves with ammonia in the same manner as bitter almond 
water (J. Chim. méd. 24, 365.) — Leaves gathered in different years and 
seasons yield various amounts of prussic acid. (Bischoff, Pharm. Centralbl. 
1841, 889.) 

ce. Cherry-water. Aqua cerasorum nigrorum.—20 lbs. of wild 
cherries are bruised, together with their kernels, water poured upon the 
mass, and 20 or 30 lbs. of the liquid distilled off after 24 hours. — The 
distillate exhibits the properties of very weak bitter almond water. 
Winckler (Aepert. 65, 19) distilled 45 lbs. of ripe black wild cherries, 
containing about 1:2 lb. of kernels with 80 lbs. of water, till 30 lbs. of 
liquid had passed over, and the last portions of the distillate were nearly 
inodorous; the distillate gave 30 grains of bitter almond oil containing 
prussic acid equivalent to 6°1 p. ¢, cyanogen. 


Valuation of Bitter almond water, Laurel water, &§&c.— Since it is 
assumed that the efficacy of bitter almond water is proportional to its 
amount of hydrocyanic acid, the valuation is limited to the estimation of 
the latter. This is best effected by Liebig’s method. (Ann. Pharm. 77, 
102.) The water to be estimated is mixed with a quantity of caustic 
potash sufficient to produce a strong alkaline reaction, then diluted with 
pure water till the turbidity arising from suspended oil-drops dissappears, 
and a dilute solution of nitrate of silver (containing + grm. of silver in 
100 cub. cent. of the liquid) added from a burette till a permanent preci- 
pitate of cyanide of silver is produced. 1 At. silver thus precipitated 
is equivalent to 2 At. hydrocyanic acid in the liquid. Or 62 grains of 
fused nitrate of silver are dissolved in 5937 grains of water; a sufficient 
quantity of this solution —300 grains of which contain 1 grain of 
anhydrous prussic acid — counterpoised in a balance; and this solution 
added by drops to the liquid under examination, previously mixed with 
caustic potash and a few drops of solution of common salt, till a turbidity 
is produced which does not disappear on Stirring. The amount of prussic 
acid is then calculated from the loss of weight of the silyer-solution. 
(Compare vii, 397.) 


Decompositions. In well closed bottles completely filled, bitter 
almond and laurel water remain unaltered, exhibiting, after the lapse of 
a year, the same amount of hydrocyanic acid as at first, and haying 
deposited only a slight yellowish sediment. (Paton, J. Chim. méd. 
16, 203; Lepage, J. Chim. méd. 24, 3877.) In well closed bottles contain- 
ing air, aud more quickly (in four weeks) in bottles covered only with 
bibulous paper, bitter almond water loses the whole of its hydrocyanic 
acid and bitter almond oil. The water then contains ammoniacal salts, 
probably benzoate and formiate of ammonia. Laurel water keeps 
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longer. (Lepage.) In the yellowish sediment of concentrated bitter 
almond water, Veling (WV. br. Arch. 48, 297) found benzoate of ammonia. 
According to Winckler, ether extracts from this sediment a substance 
smelling strongly of bitter almonds, and leaves another body which 
agrees in composition with the compound C*H™Cy’O*, obtained by Zinin 
from bitter almond oil and potash, (Repert. 92, 328.) 

1, Tincture of iodine added in sufficient quantity to bitter almond 
water or laurel water (15—20 drops to 30 grammes of water) forms a 
limpid mixture which reddens litmus strongly, and does not produce a 
blue colour with starch. “When the mixture is evaporated to one-fourth, 
oily drops separate, which, if the iodine is not in excess, are colour- 
less, pungent, taste and smell like bitter almond oil, dissolve in 
ether and alcohol, and yield iodine when treated with nitric acid 
(they are probably a mixture of iodide and cyanide of benzoyl; the 
liquid contains hydriodic acid.) (Lepage.)— 2. Two or three drops of 
bromine impart to bitter almond or laurel-water a slight colour and 
smell; the mixture exhibits reactions similar to that which is formed with 
iodine. (Lepage.) — 8. A solution of sulphate of copper strongly super- 
saturated with ammonia and added by drops to the water, immediately 
produces a milky turbidity, which in an hour or two, changes to a 
copious flocculent precipitate: after the liquid has been shaken, a yellowish 
resinous matter collects on the surface and in the course of 24 or 
48 hours settles to the bottom and may be separated by filtration; ié is 
easily fusible, soluble in alcohol and ether, and does not contain copper 
(probably a mixture of hydrobenzamide, benzhydramide, azobenzoilide, 
&c.).— The filtrate is colourless, and, if the copper has not been added in 
excess, does not coat iron with copper even after the ammonia has been 
expelled by boiling, although it contains the whole of the copper that has 
been added. (Lepage.)—5. When 1 pt. of todide of potassium is dis- 
solved in at least 600 pts. of bitter almond or laurel-water and a solution 
of corrosive sublimate added by drops, a white precipitate soluble in iodide 
of potassium is immediately produced; with a larger quantity of iodide 
of potassium, the precipitate is scarlet. (Lepage.)—6. Calomel is 
blackened by the water, especially if warm, and yields metallic mercury, 
corrosive sublimate, cyanide of mercury, sal-ammoniac; and on evapora- 
tion, mandelic acid. (Winckler, Repert. 37, 888; Prend le Loup, WV. J. 
Pharm. 6, 47.) According to Prend le Loup, an oily compound of bitter 
almond oil and sal-ammoniac is formed at the same time.— 7. A solution 
of terchloride of gold is not reduced by bitter almond water or laurel 
water, as by other distilled waters. If the mixture be immediately 
boiled down to 4, it becomes decolorised and yields a slight yellow deposit. 
The strongly acid liquid is not altered by protochloride of tin (cyanide of 
gold and hydrochloric acid appear to have been formed.) (Lepage.) 

Distinction between Bitter almond water and Laurel water. — 30 drops 
of a solution of chloride of gold, in 100 pts. of water do not exhibit 
any immediate reaction with either of these waters; but after eight hours 
the bitter almond water no longer exhibits any yellowish colour, while 
the laurel water retains its colour for 24 hours. (Lepage.) — The state- 
ment of Aschoff, that 0°05 grm. sulphate of quinine mixed with 10 drops 
of laurel water quickly forms a solid mass, whereas bitter almond water 
does not exhibit such a reaction, is not confirmed by the observations of 
Lepage; neither is Riglini’s statement confirmed, to the effect that a 
solution of sulphate of quinine in tartaric acid immediately produces a 
white turbidity with laurel water, but not with bitter almond water. 
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Benzoic Acid. C™“H'*,O*. 


ScHEELE. Opuse. 2, 28; also Crell. N. Entdeck, 3, 98. 

Licutenstein. Crell. N. Entdeck. 4, 9; also Crell. Ausz. d. n. Hntd, 
1, 319; further 1, 335. 

Gotriine. Alm. 1780, 70. 

Hermpstapt. Crell. Ann. 1785, 2, 308. , 

Trommsporrr. Crell. Ann. 1790, 2, 8038. —A. Zr. 1, 1, 162.—. 7. 
2, 134. 

GiEsE. Scher. J. 8, 170 and 259. 

Bucnouz. LV. Gehl 9, 340.— Zuschend. 1810, 50. 

Histnewr. <Abhandlungen. 3, 152; also Scher. Ann. 2, 37. 

Berzewius. JV. Gehl. 2, 277.— Ann. Chim. 94, 315. — Pogg. 26, 480; 
also Ann. Pharm. 8, 282. 

Lecanu & Serrat. J. Pharm. 9, 89; also WV. 7. 7, 2, 98. 

StoutzE. Berl. Jahrb. 25, 1, 74. 

STANGE. Jepert. 14, 829. 

Wouter & Lizsia, Ann. Pharm. 8, 249; also Pogg. 26, 328. 

Vocet. JV. Br. Arch. 8, 291. 

ErpMann & Marcuanp. J. pr. Chem. 18, 422. 

F.p’Arcet. Ann. Chim. Phys. 66, 99; also J. pr. Chem, 13, 477. 

Monr. Ann. Pharm. 29, 177. 

PLANTAMOUR. Ann. Pharm. 30, 349. 

Kuner & Herpercer. Jahrb. pr. Pharm. 2, 308. 

WoaLterR. Ann. Pharm. 49, 245. 

BarREswiL & Boupautt. NV. J. Pharm. 5, 265. 

DessaicNes. Ann. Chim. Phys. 17, 50. 


Flowers of benzoin, Benzoeblumen, Benzoesalz, Benzoesdure, Flores Benzoes, 
Acide benzoique. 


Flowers of benzoin were noticed as early as 1668 by Blaise de 
Vigenére; Scheele and others pointed out more advantageous modes of 
preparing them; Wohler and Liebig determined their true composition. 


Sources. In gum benzoin, dragon’s blood, storax, Peru balsam (Cred. 
Chem. J. 1, 58; Herberger, Fepert. 65, 219); in Tolu balsam (E. Kopp. 
Compt. rend. 24, 714); and Opobalsamum siccum, in resin of Botany Ba 
(Langier, Bollaert); in oil of marjoram (Gottling, Zaschenb. 1800, 59); 
in oil of bergamot (C. J. Fischer, br. Arch. 14, 175); in cinnamon-cassia 
and oil of cinnamon (Dumenil, Schw. 21, 224; Henkel, Repert. 4, 383; 
Buchner, epert. 6, 1; 8, 184; Bollaert, Quart. J. of Sc. 18, 849; 
Schweinsberg, Mag. Pharm. 26, 386); in the ripe fruit of the clove-tree 
(Bollaert, Quart. J. of Sc. 16, 378; also Schw. 42, 122); in the seed of 
Euonymus Europeus (Schweizer, J. pr. Chem. 58, 487); in vanille and 
calmus root, in the root of Pimpinella saxifraga (Bley), and of Znula 
helenium (Roétscher, Arch. 30, 169); in trefoil, Holcus adoratus, Anthox- 
anthum odoratum (Vogel, Gilb. 64, 161; Kastn. Arch. 5, 413), Asperula 
odorata (Voget, Repert. 66, 248); in sternanis, in myrrh (Brandes), and 
apparently, according to Braconnot, in Salvia sclarea. —In Castoreum 
moscoviticum (Laugier, Batka, Brandes (VY. Br, Arch. 1, 197) and 
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Castorewm canadense. (Riegel, Jahrb. pr. Pharm. 6, 384; Wohler, Ann. 
Pharm. 67, 860).— In the urine (vid. Hippuric acid.) 
Occurs as a copula in hippuric acid (Dessaignes), and in populin, 


(Piria.) 


Formation. 1. From benzylic alcohol when heated with aqueous 
chromic acid. (Cannizzaro.) —2. From bitter almond oil heated with 
solid hydrate of potash or treated with alcoholic potash (Liebig & 
Wohler); by absorption of oxygen, or by oxidation with nitric, iodic, or 
chromic acid; hence also in the oxidation of cinnamic acid (Dumas, 
Peligot, Siracn), and of protein-compounds. (Proust, WV. Gehl, 2, 241; 
Guckelberger, Ann. Pharm. 64, 39.)— 3. In the decomposition of 
bromide or chloride of benzoyl by water. (Wohler & Liebig.) — 4. By the 
continued action of dilute nitric acid upon cumol. (Abel, Phil. Mag. J. 
32, 25.) —5. By heating cinnamie acid with hydrate of potash. (Chiozza, 
Compt. rend. 36, 701.)—6. By the dry distillation of kinie acid. 
(Wohler, Anz. Pharm. 51, 145.) 


Preparation, 1.° From Gum benzoin. — a. By sublimation. — The 
best mode of conducting the process is to lay the coarsely pounded resin 
on the bottom of a round shallow iron pot, 8 inches in diameter, 2 inches 
high in the side, and having a piece of coarse bibulous paper stretched 
over its mouth, and closely cemented at the sides; a cone of thick paper 
is then tied over it and the vessel gently heated on a sand-bath. — The 
vapours are purified in passing through the bibulous paper and condense - 
on the inner surface of the cone in beautiful crystals having a faint odour 
of benzoin. —Or the iron vessel is surmounted with an exactly fitting 
shallow funnel of tin plate, and on its neck, which is tolerably wide and 
only an inch high, 1s placed a capacious box of wood or pasteboard. The 
more slowly the sublimation takes place, the more abundant is the 
product; the treatment of 1 pound of gum benzoin takes three or four 
hours. The quantity of acid obtained amounts to 4 per cent. If the fused 
resin, after being heated, be broken up and again sublimed, a total product 
is obtained amounting to 124 per cent. (Mchr.) -— Euler & Herberger 
(Jahrb. pr. Pharm. 2, 305) heated gum benzoin in a retort with a 
receiver till no more vapours were evolved, dissolved the contents of 
the receiver in hot water and obtained in this manner 13 or 14 per cent. 
of tolerably pure benzoic acid. — According to Hatchet, benzoie acid is 
obtained in beautiful crystals by heating the resin with oil of vitriol 
Veltmann (2. Arch. 7, 190) obtained by sublimation from the resin, 
14:4 per cent. of acid, and by the use of oil of vitriol, 16 per cent. — 
b. When 1 pt. of finely powdered gum benzoin is boiled for two hours 
with 16 pts. of water, the coagulated resin pulverised and again boiled 
with 8 pts. of water, and this treatment twice more repeated, the quantity 
of pure acid obtained. from the aqueous solution amounts to 6 per cent. 
(Euler & Herberger.) —c. 1 pt. of gum benzoin is dissolved in 4 pts. of 
alcohol; the filtered solution mixed with 12 pts. of water; the alcohol 
distilled off; and the remaining liquid, after separation from the resin, 
evaporated; the benzoic acid then crystallises out. (Bucholz, WV. Gehl. 
9, 340.) The product thus obtained amounts to 13°38 per cent. (Stolze.) 
—1 pt. of gum benzoin is dissolved in 8 pts. of alcohol of 75 per cent.; 
the liquid exactly neutralized with a solution of carbonate of soda in a 
treble quantity of alcohol and an eight-fold quantity of water; 2 pts. 

VOL, XII. D 


34 BENZYLENE SERIES: PRIMARY NUCLEUS CH®, 


more of water then added; the alcohol distilled off; the watery liquid 
decanted from the resin; the resin washed; and the benzoic acid precipi- 
tated from the aqueous solution by sulphuric acid. The product is 18 per 
cent. of benzoic acid. (Stolze.)— d. Pulverised gum benzoin is dissolved, 
with the aid of heat, in an equal volume of alcohol of 90 or 95 per cent., 
the liquid while still hot gradually mixed with fuming hydrochloric acid 
till the resin begins to be precipitated, and the mixture distilled as long 
as the consistence of the residue permits. The cooled residue is again 
distilled with water as long as drops of benzoic ether pass over; the 
distillate containing hydrochloric acid, alcohol, and benzoic ether digested 
with potash-ley, till the whole of the benzoic ether is decomposed; and 
the benzoic acid precipitated from the liquid by hydrochloric acid, 
(Wohler.) —e. A mixture of 4 pts. pulverised gum benzoin and 1 pt. 
crystallised carbonate of soda is stirred up with water to a thin paste, 
and heated for three hours with constant stirring, and so gently that the 
resin does not cake together (to between 40° and 60°); the mass is then 
boiled up with a larger quantity of water; the liquid decanted; and the 
coagulated mass of resin washed with water. The liquid containing 
carbonate of soda, benzoate of soda and the compound of the resin with 
soda is neutralized at the boiling heat with sulphuric acid; the resin 
precipitated by a slight excess of that acid; the liquid filtered; and the 
filtrate treated with sulphuric acid to separate the benzoic acid, which 
then crystallises on cooling. (Bucholz.)——f. Four pts. of pulverised 
gum benzoin are mixed with 2 pts. of hydrate of lime; the mixture 
digested for some hours with 40 pts. of water; the liquid finally 
boiled for half an hour, and the solution containing the benzoate of lime 
filtered from the insoluble compound of lime and resin. The filtrate 
together with the wash-water, is strongly concentrated by evapora- 
tion, decomposed by excess of hydrochloric acid, and the benzoic acid 
which erystallises out on cooling is washed with a small quantity of cold 
water and recrystallised from boiling water. (Scheele.) Equal parts of 
finely pounded gum benzoin and hydrate of lime are mixed as intimately 
as possible in a mortar; the mixture boiled for some hours with 40 pts. of 
water, and filtered; and the filtrate evaporated to one-third and mixed 
with hydrochloric acid. Ifa smaller quantity of lime is used, the 
mixture cakes together, and the extraction of the benzoic acid is imper- 
fect. (Geiger, Handb. d. Ph. 5 Aufl. 668.) Lg.—8 pts. of pulverised 
gum benzoin and 2 pts. of hydrate of lime, stirred up to a thin paste 
with 16 parts of water, are digested for 24 hours, with frequent agitation 
and renewal of the evaporated water, then mixed with 100 pts. more of 
water; the liquid boiled, with constant stirring till about 30 pts. of water 
are evaporated, and filtered hot; the residue boiled with 50 pts. of water, 
and the liquid filtered and evaporated, together with the first filtrate, till 
only 32 pts. of liquid remain. To this residual liquid hydrochloric acid 
is added, with constant stirring, as long as any white turbidity is thereby 
produced. The benzoic acid which separates on cooling is recrystallised 
from 20 times its weight of boiling water. The resin thus treated yields 
from 12°5 to 18°5 per cent. of acid. (Wittstein.) This method is pre- 
ferable to the process e, inasmuch as it yields a purer and more abundant 
product. (Berzelius, Euler & Herberger, Frickhinger, Wittstein, Repert. 
57, 399; Bley & Diesel, NV. Arch. 43, 17.) Benzoic acid is easily 
extracted from gum benzoin by means of benzol. (De la Rue & Muller, 
Chem. Soc. Y. J. 10, 81.) 
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2. From the haulm of Asperula odorata. —The powder of the dried 
haulm gathered in the flowering season, is macerated with 4 pts. of cold 
alcohol of 85° Tralles, and completely exhausted by pressure and repeated 
drenching. The liquid, which bas a dark green colour, with red-brown 
iridescence, is distilled to $; and the residue, which has an acid reaction, 
and an agreeable odour of melilot, is boiled with water, to separate 
volatile oil and soft resin, and filtered while hot. The filtrate yields by 
evaporation, crystallised benzoic acid (from 12 to 15 gr. from 16 ounces 
of the haulm.) (Voget, V. Br. Arch. 3, 291.) 

3. Hrom Hippurie acid. — This acid is boiled for half an hour with 
strong hydrochloric acid, and the benzoic acid thereby separated is washed 
with cold water. (Dessaignes.) 

The acid prepared by sublimation, according to Mohr’s directions, and 
that which is obtained by the process 1, d, is pure, with the exception of 
traces of a volatile oil, which imparts to it an odour like that of vanille, 
and is considered of importance in its pharmaceutical applications. The 
acid obtained by the other methods is sometimes coloured. It may be 
purified from odorous or colouring matters by the following processes: 
a. By sublimation. This process however does not quite remove the 
odour. — 6. By digesting its solution in water (or in alcohol according to 
Dorfurt) with charcoal. (Stolze, Lowitz.)—c¢. By recrystallisation 
from dilute sulphuric acid, which retains the oil. (Righini, Winckler, 
Euler & Herberger.)—d. By solution in alcohol and precipitation with 
water. (Giese.)—e. 1 pt. of the crude acid is suspended in 8 pts. of 
water, and ammonia added till it dissolves; the solution digested with 
animal charcoal which has been purified by hydrochloric acid; the 
solution filtered and deccmposed by hydrochloric acid; and the acid 
thereby separated, after being washed with cold water and pressed, 
is dissolved in alcohol and precipitated therefrom by water. (Jans- 
sens, J. Chim. méd. 18, 263.) —f When the crude acid is combined 
with lime, and carbonic acid gas passed through the solution, carbonate 
of lime is precipitated together with resin; and on evaporating the filtrate 
to dryness, dissolving the residue in water, and decomposing the solution 
with hydrochloric acid, pure benzoic acid is obtained. (Bouillon 
Lagrange, J. Pharm. 7, 204.) 


Properties. 1. From a solution of neutral benzoate of ammonia, 
benzoic acid crystallises by spontaneous evaporation of the ammonia, in 
beautiful right rhombic prisms. (Wackenroder, J. pr. Chem. 23, 204.) 
[Was not this the acid salt? L.] Sublimed benzoic acid forms white opaque 
needles and laminew, having a pearly lustre; according to Lanrent, six- 
sided prisms, derived from rhombs of 40° and 140°. (Rev. scient. 9, 33.) 
From solution in oil of cinnamon, the-acid crystallises in transparent six-sided prisms 
having two of their lateral faces broader than the rest. (Buchner.) When the acid 
crystallises by cooling from a hot aqueous solution, it forms needles, but by spontaneous 
evaporation, it separates in lamine. Berzelius, Lehrbuch, 4, 312.) — Vapour-density 
4:27. (Mitscherlich.) — Melts at 120°5°, like fat, and crystallises in 
radiated masses on cooling; at 154° it begins to evaporate quickly, and 
at 239° it boils. — Melts at 121°4°; sp. gr. of the liquid acid 1:0838 at 
121:4° compared with that of water at 0° as unity. Boiling point 249-2° 
at 740 mm. (H. Kopp. Ann. Pharm. 94, 302.).— The vapours excite 
tears and coughing. The acid reddens litmus, but not violet juice. In the 
pure state it is inodorous. Its taste is faint, but persistently sour and 
warm, 
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Erdmann & Marchand analysed the acid from herse-urine; Deville, that from 
Tolu-balsam. 

The radical theory assumes a hypothetical anhydrous benzoic acid = C“H°O?=Bz. 
——According to Mitscherlich, benzoic acid is a conjugated compound of benzol and 
carbonic acid : CHO! = C?H® + 2CO*.—Considered as a derivation of the water- 


MppSO? 
type H’O*, benzoic acid is a hydrate of benzoyl = f - m4 lo 


Decompositions. When benzoic acid is heated in a retort with coarsely 
pounded pumice-stone, and the vapours passed throngh a red-hot tube 
filled with fragments of pumice-stone, it is completely resolved by slow 
decomposition, into carbonic acid gas and benzol. If too strony a heat 
is applied, there are likewise formed empyreumatic products, naphthalin, 
carbonic oxide gas and charcoal. (Barreswil & Boudault, V. J. Pharm. 
5, 265.) — Bouillon Lagrange (J. Pharm. 7, 200; NV. Tr. 6, 2, 348) 
heated benzoic acid in a retort with ignited alumina; at first needles 
sublimed; then yellow granules, with evolution of carburetted hydrogen 
and carbonic acid, and an odour of prussic acid. In one distillation. an 
oil passed over having the odour of bitter almond oil [benzol ?].— When 
benzoic acid vapours are passed through a red-hot tube filled with iron, a 
yellow empyreumatic oil is produced, which smells of almonds, and when 
distilled at the heat of the water-bath, yields a residue of tar and a 
distillate of benzol. At a gentle heat, carbonic acid is also produced; 
at a stronger heat, carbonic oxide. (I. dArcet, Ann. Chim. Phys. 
66, 97.) 

2. Benzoic acid heated in contact with the air, burns away 
without residue, and with a bright fuliginous flame. — With a spiral of 

latinum wire, vapour of benzoic acid exhibits slow combustion. 
(H. Miller, Ann. Pharm. 12, 21.) 

3. Dry chlorine gas acts but very slowly upon dry benzoic acid in 
the shade; but in sunshine there is gradually formed a moist, tough, 
gummy, reddish mass, from which carbonate of potash extracts chloro- 
benzoic acid, leaving a brown red substance, which becomes resinous on 
exposure to the air, has a peculiar odour distantly resembling that of 
benzoin, and contains chlorine. (Herzog, WV. Br. Arch. 22, 15.) — In 
presence of water, benzoic acid is not perceptibly decomposed by chlorine. 
(Liebig.) — When chlorine gas is passed into a hot aqueous solution of 
benzoic acid, various acids are produced, in which 1, 2 or 3 At. hydro- 
gen are replaced by chlorine. (Stenhouse, .4nrn. Pharm 55, 10.) — 
When a solution of benzoic acid in excess of potash is saturated with 
chlorine gas, chloroniceic acid C?C1H*O! (xi, 176) is produced. (St. 
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Evre, V. Ann. Chim. Phys. 25, 486.) — 4. Liquid bromine placed toge- 
ther with benzoic acid in a closed vessel and exposed to the sun’s rays, 
acts more quickly than chlorine gas, producing a friable yellow mass, 
from which carbonate of potash extracts bromobenzoic acid, and separates 
a greenish oil containing bromine, which becomes solid and resinous on 
exposure to the air. (Herzog.) 

5. Benzoic acid shaken up with cold strong nitric acid dissolves 
but sparingly; it rises to the surface of the liquid and does not form 
any deposit (of nitrobenzoic acid). (E. Kopp, Ann. Chim. Phys. 
1849, 149.) — When benzoic acid is heated with nitric acid, nitrobenzoic 
acid and water are formed: 


CHH50! + NO® = CH(NO*)H50! + HO. 


(Mulder, J. pr. Chem. 19, 362.) The action takes place immediately: if 
nitrous vapours are at the same time given off, they arise from the action 
of the nitric acid on the nitrobenzoic acid. (Mitscherlich, J. p7. Chem. 
22, 196.) — When benzoic acid is distilled with nitric acid, a small quan- 
tity of nitrous gas is given off before the liquid begins to boil; but this 
evolution of gas soon ceases, and the benzoic acid dissolves with yellow 
colour; towards the end of the action. nitrous gas is again given off in 
large quantity. The distillate consists for the most part of nitric acid 
having an odour of prussic acid, which however cannot be detected in it 
by reagents; the residue contains benzoic acid |nitrobenzoic acid; L.] 
and traces of oxalic acid. (Bouillon Lagrange, J. Pharm. 7, 200.) 

6. Benzoic acid boiled with aqueous chloride of lime yields three dif- 
ferent acids in which 1, 2 or 3 At. hydrogen are replaced by chlorine; 
C¥CIH®O*, C4CPH*04 and C“ClH*0*. The same reaction is produced 
when benzoic acid is boiled with chlorate of potash and hydrochloric acid. 
(Stenhouse, Ann. Pharm. 55, 10.) —Field (Ann. Pharm. 65, 55) by 
boiling benzoic acid with chlorate of potash and hydrochloric acid, 
obtained chlorobenzoic acid, C4C]H*°O*, 

7. Pentachlo: ide of phosphorus does not act upon benzoic acid in the 
cold, but violently at a gentle heat; hydrochloric acid escapes, and a 
mixture of oxychloride of phosphorus and chloride of benzoyl is pro- 


duced (Cahours) : 
POPS CG HO" — POrO7 7 C107, 


8. With anhydrous szlphurice acid, benzoic acid forms sulphobenzoic 
acid. In oil of vitriol it dissolves without decomposition. 

Aqueous chromic acid is not reduced by benzoic acid. 

9. Potassium and sodiwm decompose benzoic acid at temperatures 
considerably below their melting points, charcoal being separated and the 
metals oxidised: the action is not attended with emission of light. 

10. In the animal organism, benzoic acid is converted into hippuric 


acid. (Wohler, Ure, Keller, Garrod, Schwarz, Marchand.) 


Combinations. Benzoie acid dissolves sparingly in cold water (in 
200 pts., according to Bucholz; in 480 pts., according to Lichtenstein; 
in 500 pts., according to Bergmann); it dissolves in 24 pts. of boiling 
water. (Bergmann, Lichtenstein, Dirfurt); in J24°5 pts. (Bucholz); in 
20 pts. (Trommsdorff.) It dissolves readily in water to which 13 pts. 
phosphate or 4 pts. sulphate of soda have been added. (Ure, Lepert. 75, 
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64.) Benzoic acid dissolves readily in oil of vitriol, and is precipitated 
unchanged from the colourless solution by water. 


Benzoates.—Benzoic acid decomposes carbonates. From an alcoholic 
solution of benzoate of potash, however, carbonic acid gas throws down 
carbonate of potash. (Limpricht & List.) — Most acids separate benzoic 
acids from its salts. — Most of the benzoates are crystallisable. They 
contain 1 At. base to either 1 or 2 At. acid. Most of the normal 
(monobasic) benzoates yield by dry distillation, benzol, benzophenine, 
naphthalin (or compounds polymeric with it), undecomposed benzoic 
acid, and a metallic carbonate. — When they are heated with phosphoric 
acid, benzoic acid sublimes uudecomposed. — Nearly all benzoates are 
soluble in water, and most of them dissolve readily. Many are likewise 
soluble in alcohol. As the benzoates are for the most part more soluble 
in water than the free acid, the acid is separated from their solutions on 
the addition of strong acids, a milky turbidity being first produced, and 
the benzoic acid afterwards crystallising out.—The more sparingly soluble 
benzoates dissolve readily, according to Lecanu & Serbat (J. Pharm. 
9, 89) in aqueous acetate of potash or soda, and in nitrate of soda, but 
not in nitrate of potash, or in sulphate or hydrochlorate of soda. 


Benzoate of Ammonia.—a. Normal.— Benzoic acid is dissolved 
nearly to saturation, in warm concentrated aqueous ammonia, and the 
solution left to cool,—or a more dilute solution of benzoic acid in ammonia 
is left to evaporate and ammonia added to it from time to time. The 
salt crystallises with difficulty in thread-like crystals; it has a sharp 
taste. According to Trommsdorff, it may be sublimed; but according to 
Berzelius, it is converted into the acid salt, even during the evaporation 
of its solution. When heated in a retort, it is converted into benzoni- 
trile and water: 


C4(NH4)H30t = CHHDN + 4HO. 


When heated, it melts, gives off vapours of benzoic acid, and does not 
leave any residue. (Ure, Lepert. 75, 64.) — When passed over baryta 
at a dull red heat, it yields benzonitrile and a crystalline body. (Laurent 
& Chancel; Compt. chim. 1849, 117.) — It deliquesces in the air (Lich- 
tenstein), dissolves readily in water and alcohol (Trommsdorff), but less 
readily in alcohol than the potash-salts. (Berzelius.) 

b. Acid.— Produced during the spontaneous evaporation of a solution 
of the normal salt; it then separates in large irregular crystals, a portion 
however efflorescing on the edges. When the solution of a is boiled, 
ammonia escapes, and the acid salt separates in needles united in feathery 
tufts or in granules, accordingly as the solution is more or less quickly 
cooled. It dissolves sparingly in water and is less soluble in absolute 
alcohol than the normal salt. (Berzelius. ) 


Benzoate of Potash. — a. Normal. — Crystallises from a hot-saturated 
alcoholic solution, in needles united in tufts; or, if it separates from the 
solution while still hot, it forms Jamine having a pearly lustre. From 
the aqueous solution, it erystallises with difficulty in needles united in 
feathery tufts. The solutions efloresce when abandoned to spontaneous 
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evaporation. — Potash exactly saturated with benzoic acid yields a salt. 
which separates in delicate pointed crystals, and deliquesces in moist air 
[because it contains free potash: L.]; if a somewhat larger quantity of 
acid be added, the same crystals are obtained, but they remain dry when 
exposed to the aid. (Trommsdorff, A. 77. 1, 162.) — Benzoate of potash 
is difficult to crystallise from water, but crystallises from absolute alcohol 
in unctuous masses. (Lichtenstein, Berzelius, V. Gehd. 2,277.) — The salt 
has a sharp, somewhat burning taste. (Berzelius.)— At the heat of the 
water-bath, it gives off 1 At. water. (Berzelius.) — Dissolves very easily 
in water. — Distilled with arsenious acid, it yields benzol. (F. d’Arcet.) 

6. Acid. — Produced in presence of excess of acid. (Berzelius.) It 
is contained in the residue of the preparation of anhydrous acetic acid 
from chloride of benzoyl and acetate of potash, and after washing with 
water, crystallises from solution in boiling alcohol, in beautiful laminze 
having a pearly lustre. (Gregory.) — Contains 13:4 p.c¢. potassium, the 
formula requiring 13°8 p.c. (Gregory.) — Leaves the normal salt when 
heated. (Berzelius.)—Dissolves in 10 pts. of water (Berzelius), and in 
a large quantity of boiling aleohol, (Gregory.) 


Lenzoate of Soda. — Somewhat efflorescent pointed crystals, soluble in 
water and sparingly soluble in boiling alcohol. (Lichtenstein, Tromms- 
dorff, Berzelius.) —The anhydrous salt treated with protochloride of 
sulphur yields chloride of benzoyl, together with chloride of sodium, 
sulphate of soda, and sulphur: 


2C4HENaO* + 3SCl = 2CHHFO2C] + NaCl + NaO,SO? + 28: 


and the chloride of benzoyl, if heated to 150° with excess of the benzoate 
of soda, forms anhydrous benzoic acid. (Heintz, Pogg. 98, 458.) 


Benzoate of Lithia.—W hite, opaque, amorphous mass, which dissolves 
readily in water and does not deliquesce on exposure to the air. 
(C. G. Gmelin.) —It is easily soluble and dries up to white saline mass 
which becomes moist when exposed to the air. (Berzelius. ) 


Benzoate of Baryta.—Slender needles, permanent in the air, sparingly 
soluble in cold, readily in hot water. (Trommsdorff.) — Large tables 
which become opaque at 100°, and contain 47:07 per cent. of baryta. 
(Plantamour.)— Gives off 2 At. water at 110°. (Limpricht, private 


communication.) 
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Benzoate of Strontia.—Resembles the baryta-salt. The crystals, 
when exposed to the air, lose their lustre but do not effloresce: they 
dissolve sparingly in cold, readily in hot water. (Berzelius.) 


Benzoate of Lime. — Sometimes forms needles having a silky lustre, 
and united in bundles or feathery tufts, sometimes granules. (Berzelius.) 
Long thick needles, having a strong lustre. (Plantamour.) 
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Has a sharp and sweetish taste. Becomes liquid when heated, and 
yields by dry distillation, benzol, benzone (benzophenone according to 
Chancel), naphthalin, benzoate of lime, and carbonate of lime. (Peligot.) 
— Dissolyes in 29 pts. of cold water. (Bucholz, Lichtenstein.) 


Benzoate of Magnesia. — Short feathery crystals having a somewhat 
bitter pungent taste, slightly efllorescent, easily soluble in water. 
(Lichtenstein, Trommsdorif.) 


Cerous Benzoate. — Benzoate of potash or ammonia added in excess to 
the solution of a cerous salt forms a permanent curdy precipitate. 
(Berzelius,) When hydrated cerous oxide is boiled with an aqueous 
solution of impure benzoic acid, a compound of cerous oxide, benzoic acid 
and resin remains undissolved, and the solution when evaporated, first 
yields crystals of benzoic acid, and then pure cerous benzoate in white 
crystalline granules. (Berzelius & Hisinger.) 


Benzoate of Yttria. — Benzoate of ammonia forms with hydrochlorate 
of yttria a thick precipitate sparingly soluble in water (Hisinger); 
according to Berzelius, it is insoluble. — Concentrated solutions of yttria- 
salts do not form an immediate precipitate with alkaline benzoates, but 
when the mixture is left for some time in a warm place, benzoate of 
yttria separates in the form of a white powder. Dilute solutions yield 
the salt after evaporation in small erystalline granules, which, when 
examined by the microscope, appear to consist of four-sided prisms united 
in spherical groups. The salt does not appear to contain water. It 
dissolves in 89 pts. of cold water, more readily in warm water. (Berlin.) 


Benzoate of Giucina.— a. Bibasic.— Precipitated by double decom- 
position of bibasic glucina-salts with alkaline benzoates; the precipitation 
is not immediate, but, after a few seconds, a gelatinous precipitate sepa- 
rates, which is not dissolved on addition of water or on boiling. 

b. Monobasic. — Neutral glucina-salts are not precipitated by alkaline 
benzoates; but the mixture abandoned to spontaneous evaporation first 
yields crystals resembling benzoic acid aud containing but little glucina, 
and the mass afterwards solidifies into a jelly which appears to consist of 
normal benzoate of glucina. 


Benzoate of Alumina, — Obtained as a curdy crystalline precipitate on 
mixing a somewhat concentrated solution of an alumina-salt with benzoate 
of potash. Has a rough taste. Reddens litmus. (Lichtenstein, Tromms- 
dorff.) It dissolves pretty readily in water, (Hisinger.) The hot 
saturated solution solidifies in a crystalline mass on cooling. (Berzelius.) 


Lenzoute of Zirconta.— Benzoate of potash added to zirconia salts 
throws down a bluish grey powder, sparingly soluble in water. (Hisinger.) 
Aikaline benzoates do not precipitate vanadic salts. (Berzelius.) 
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Chromous Benzoate. — Protochloride of chromium forms with benzoate 
of potash a light greyish precipitate, which becomes bluish green on 
exposure to the air.—In vacuo over oil of vitriol, or in a stream of 
hydrogen at 100°, it gives off water and assumes an ash-grey colour. 
(Moberg, J. pr. Chem. 44, 380.) 
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Uranic Benzoate. — Obtained by double decomposition. Pale yellow, 
very slightly soluble in water. (Richter.) 


Manganous Benzoute. — ‘Transparent, colourless needles, which are 
permanent in the air, taste at first sweet and rough, afterwards bitter, 
dissolve in 20 pts. of cold water, and are much more soluble in hot water. 
(John.) Sparingly soluble in alcohol. (Trommsdorff.) 
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Arsentous acid dissolves readily in hot aqueous benzoic acid; the 
solution yields efflorescent feathery crystals, which have a sour and 
rather pungent taste, sublime at a moderate heat, are decomposed at a 
stronger heat, and dissolve readily in hot water. — Zeroxide of antimony 
obtained by calcination dissolves readily in aqueous benzoic acid, and 
yields a white laminar mass permanent in the air, and easily soluble in 
water and alcohol. (Trommsdorff.)— With TZ'elluric salts, benzoate of 
ammonia forms a white nearly insoluble precipitate. (Hisinger.) 


Benzoate of Bismuth. -— Benzoate of ammonia forms with nitrate of 
bismuth a white precipitate partially soluble in water. (Hisinger.) — 
It dissolves when heated with excess of benzoic acid and with water, and 
separates on cooling in needles which disgolve in water and alcohol, with 
separation of oxide of bismuth [basic salt?]. (Trommsdorff.) 


Benzoute of Zine. — Dendritic, efflorescent crystals which have a 
rough sweetish taste, and dissolve readily in water and alcohol. (Tromms- 
dorff.) Benzoate of ammonia does not precipitate sulphate of zine. 
(Hisinger.) 


Benzoate of Cadmium. — Aqueous benzoic acid dissolves a very small 
quantity of hydrated oxide of cadmium; and the solution when evapo- 
rated, yields crystals of benzoic acid together with a yellowish powder. 
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Stannous and Stannic Benzoates.— Obtained by double decompo- 
sition. White precipitates soluble in water especially if hot, insoluble in 
alcohol. (Trommsdorff, Hisinger, Berzelius.) 


Benzoate of Lead. —a. Tribasic. — Produced by precipitating basic 
acetate of lead with benzoate of ammonia, or by treating 6 with ammonia. 
White powder; anhydrous. (Berzelius.) 
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b, Monobasic or Normal. — Protoxide of lead dissolves in aqueous 
benzoic acid; and the solution yields white, shining, crystalline lamine, 
soluble in water and alcohol. (Trommsdorff.) By precipitating neutral 
lead-salts with normal benzoate of potash, a light crystalline powder is 
obtained which at a temperature somewhat above 100°, melts and gives 
off 3°79 per cent. (1 At.) of water. It dissolves when boiled with 
dilute acetic acid, and separates on cooling in shining crystalline scales 
resembling the free acid. (Berzelius.) 


Berzelius. 
PbO - Sa. oe. ee erase a2 BT SO. ace 46:49 
CHHPO?...... aan: 113 4B 255 ee 49°66 
HO oR 9 3°86) «cet 3°85 
CHMPBIV Ot 7 Aa. cote SEU aa ee, 100:00 


Aceto-benzoate of Lead. — When benzoate of lead is digested with 
basic acetate of lead, the loose pulverulent precipitate gradually becomes 
heavy and crystalline, and acetic acid may be detected in it. (Varren- 
trapp, dan. Pharm. 35, 79.) 
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Ferrous Lenzoate crystallises in needles, which effloresce and turn 
yellow when exposed to the air. They dissolve in water and alcohol. 
Benzoate of ammonia does not precipitate ferrous salts. (Berzelius.) 


Ferric Benzoate. —a, Hyperbasic.—a. If a solution of sesquichloride 
of iron be mixed with so much ammonia that its eolour becomes deep 
red, and after a few hours a small quantity of sesquioxide remains undis- 
solved at the bottom, and if a neutral benzoate of an alkali be then added, 
a very bulky flesh-coloured precipitate is formed insoluble in water, 
It is not decomposed by cold water. (Berzelius.) 
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Hisinger. Thomson, 
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[Berzelius supposes the salt to contain only 12 At. water, but according to that 
supposition it should contain 26°34 p.c. ferric oxide. L.] 


fB. Remains undissolved when 6 is treated with cold water. (Ber- 
zelius.) 


b. Basic.— When a solution of ferric oxide is mixed with a quantity 
of alkali sufficient to turn it yellow, and a normal alkaline benzoate 
then added, a reddish white mass is thrown down, which is insoluble in 
the saline liquid; when washed on a filter with water, it becomes darker, 
and a liquid containing an acid salt runs through, while a more basic 
compound remains on the filter. (Berzelius.) 


c. Ler-acid or Normal. — A solution of ferric oxide in aqueous benzoic 
acid yields yellow crystalline needles which are dissolved by water or 
alcohol, a basic salt being left behind. (Trommsdorff, Berzelius.) 


d. Acid.-— Produced on mixing 6 with water, while a, @ remains 
undissolved. (Berzelius.) 


Benzoate of Cobalt and Benzoate of Nickel are soluble in water and 
may be obtained in the crystalline state. The cobalt-salt is red, the 
nickel-salt green, and both dissolve in alcohol. When the solution of 
either of these salts is mixed with the oxide or carbonate of the same 
metal, basic salts are formed. (Berzelius.) 


Cupric Benzoate. —On mixing an alkaline benzoate with a cupric 
salt, a bluish precipitate is formed, which acquires a fine green colour 
when dry, and is somewhat soluble in water. (Berzelius.) Insoluble in 
alcohol. (Trommsdorff.) When precipitated from a hot solution of 
sulphate of copper, it forms a loose aggregate of bluish green needles. 
(Ettling.) It does not contain water. (Mitscherlich.) It dissolves in 
dilute acetic acid when heated, and crystallises therefrom in small needles. 
By dry distillation it yields benzol, carbolic acid, benzoic acid, benzoate 
of phenyl, and an oil which boils at 260° and when heated with oil of 
vitriol, is resolved into carbolic acid and a crystallisable hydrocarbon, 
C’YH*. (Ettling, List & Limpricht.) At a low temperature, cuprous 
salicylite remains in the residue. (Ettling.) 


Mercurous Benzoate. — Formed by precipitating mercurous salts with 
aqueous benzoic acid or alkaline benzoates. White, very bulky, crystalline 
precipitate, consisting of slender needles. (Hisinger, Harff.) Acquires 
a light yellow colour by exposure to light. When heated, it acquires 
a dark yellow colour, swells up strongly, then turns grey, and ultimately 
becomes white again. — When it is quickly heated, a sudden glowing of the mass 
takes place, and a porous charcoal remains behind. At the beginning of the decom- 
position, benzoic acid sublimes unaltered, so that a basic salt remains behind; afterwards 
empyreumatic vapours and mercurial vapours are given off. (Burckhardt, N. Br. Arch. 
11, 250) The salt sublimes partly undecomposed in white feathery 
crystals [unless these consist of benzoic acid. Gm. ] aud moreover yields mer- 


cury-yapours and charcoal, (Harff.) 
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larff, 
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Insoluble in cold water, in alcobol and in ether. Dissolyes in aqueous 
benzoic acid (Harff); is insoluble in aqueous benzoic acid and in benzoate 
cf ammonia or potash, (Burcekhardt.) Dissolves in concentrated solu- 
tions of alkaline acetates and common salt. 1s decomposed by boiling 
water (Harff), and alcohol (Burckhardt), with separation of metallic 


mercury. 


Mercuric Benzoate. —a. Basic. — a. When benzoic acid is boiled with 
water and excess of mercuric oxide, a light white crystalline powder is 
formed, which is easily separated from the mercuric oxide by levigation. 
It is insoluble in water and alcohol. According to Trommsdorff, it 
sublimes in feathery crystals. — 8. The neutral salt continuously boiled 
with a concentrated solution of carbonate of potash, carbonate of soda, or 
phosphate of soda, is converted into a yellow basic salt. Insoluble in 
water. Aqueous benzoie acid converts it into 6. ( Burckhardt.) 

b. Normal. — Obtained by precipitating a solution of corrosive sub- 
limate by an alkaline benzoate, or mercuric acetate by aqueous benzoic 
acid. (Burckhardt.) When mercuric acetate is decomposed by alkaline benzoates, 
part of the mercuric benzoate remains dissolved in the alkaline acetate. White bulky 
precipitate gradually becoming erystalline (Harff), made up of slender 
needles. (Burckhardt.) Does not blacken when exposed to light. 
(Burckhardt, V. Arch. 11, 277.) 


Harff. Burckhardt. 


FLO Gaines LOB veh AO FO nn ene 45°33... ~=46°00 
Sil = thd @ i.” amy is emerge: 8! fae 
Oe r ce ents ie i hae. nso): 3°35 


C¥HsHPOk. 230.) «.:0100-00 


Sublimes in a glass tube partly undecomposed in feathery crystals 
[benzoic acid? Gm.], yielding at the same time mercury and charcoal. 
(Harff.) Resolved by heat into benzoic acid, carbonic acid, carbonic oxide, 
mercury, and charcoal. (Burckhardt.) 

The salt is insoluble in cold water, but dissolves pretty freely in hot 
water, and separates out unaltered on cooling (Burckhardt); boiling 
water converts it into an insoluble basic salt which does not dissolve. 
(Harff.) — Alcohol dissolves a portion of the salt, and separates a basic 
salt which is converted into oxide by continued boiling. It is insoluble 
in ether. (Burckhardt.) It dissolves in 370 pts. of alcohol, and is 
resolved by ether into a basic and an acid salt, which dissolves in 2 pts.. 
of ether. (Harff.) 


Ammonio-mercurous Benzoate. -- Gbiained by treating mercurous 
benzoate with ammonia; the resulting black powder, after being washed 
and. dried contains 80°90 per cent. of mercurous oxide. (Harff.) [The 
composition of the salt agrees therefore with the formula 3Hg*O,C4H°O + NH%, which 
requires 80°21 p.c. mercurous oxide. Harff (N. Br. Arch 5, 285) adopts the formula 
Hg?0,C4H503 + NH3, which requires 57°46 p. c. mercurous oxide. L.] The salt 
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when heated gives off oxygen gas [? Gm.], ammonia, benzoic acid and 
mercury. Heated with potash, it gives off ammonia. Insoluble in 
water or alcohol, but dissolves in acetic acid, globules of metallic mercury 
separating at the same time. (Harff.) 


Ammonto-mercuric Benzoate. — By treating mercuric oxide with 
ammonia, a2 white powder is produced which, after washing and drying, 
contains 69°92 per cent. of mercuric oxide. (Hartt, V. Br. Arch. 5, 287.) 
[The formula 3HgO,C¥H°0O3 + NH? requires 67°78 p.c. of mercury. Harff adopts 
the formula HgO,CH°O?+ NHS, which requires 41°22 p.c. of mercurous oxide. | 
When the salt is heated, mercuric benzoate sublimes [?Gm.], and oxygen 
gas [?Gm.] escapes together with ammonia. Potash turns it yellow and 
eliminates ammonia. It is insoluble in water. Dissolves in 1500 pts. 
of alcohol and 2000 pts. of ether. (Harff.) 


Benzoate of Silver. — By mixing the solutions of nitrate of silver and 
an alkaline benzoate, this salt is obtained in the form of a white spongy 
precipitate; it is also produced by treating oxide of silver with aqueous 
benzoic acid. (Trommsdorff.) The thick white precipitate becomes 
somewhat crystalline when heated with water, dissolves completely in a 
larger quantity of boiling water, and then crystallises in long shining 
erystalline lamine, which do not lose their lustre or diminish in weight 
by drying in vacuo. When heated it melts and swells up, and after the 
charcoal has burnt away, leaves white crystalline silver. (Wohler & 
Liebig.) [The shining silver which remains when benzoate of silver is 
ignited contains rather a large quantity of carbon, (Liebig & Redten- 
bacher, Aun. Pharm. 38, 130: EK. Kopp, Compt. Chim. 1849, 158.)] 


Wohler & Liebig. Berzelius. 
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Dissolves in 1:96 pts. of absolute alcohol at 20°. (Mitscherlich, 
J. pr. Chem. 22, 194.) 


Benzoate of Gold. — Obtained by dissolving teroxide of gold precipi- 
tated by potash in hot aqueous benzoic acid. Forms small irregular 
crystals, permanent in the air, sparingly soluble in water, insoluble in 
alcohol. (Trommsdorff.) — Hydrochlorate of auric oxide is not preci- 
pitated by benzoate of potash. (Berzelius.) 


Benzoate of Platinum.— Obtained by dissolving platinic oxide in 
the acid. Yellow, velvety crystals which leave a yellow powder when 
ignited [t Gm.]; they dissolve sparingly in water and are insoluble in 
alechol. (Trommsdorff.) — Benzoate of ammonia does not precipitate 
platinum-salts. (Hisinger.) 

The compounds of benzoic acid with auric and platinie oxides 
obtained by Trommsdorff, are probably double salts. (Berzelius, Lehr- 
buch, 4, 319.) 

In palladous salts, benzoate of ammonia produces a white precipitate, 
soluble in water, (Hisinger.) 
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Benzoic acid dissolves in 2 pts. of cold and } pt. of boiling absolute 
alcohol; in 25 pts. of ether, whether cold or hot. (Bucholz.) It dissolves 
readily in ot/s both fixed and volatile. 


Appendix to Benzoice Acid. 


1. Amorphous Benzoic Acid. 


EH. Kopp. Compt. chim. 1849, 154. 
Parabenzoic acid. 


Formation and Preparation. When 1 pt. of gum benzoin or Tolu 
resin is heated with 6 or 8 pts. of nitric acid, not strong enough to form 
nitrobenzoic acid, a violent evolution of nitric oxide and carbonic acid 
soon takes place, and the resin swells up to an orange-yellow mass. As 
soon as the action is finished, the mass is introduced into a capacious 
retort and distilled, the liquid which passes over being poured back 
from time to time. The viscid liquid ultimately left in the retort is 
mixed with 8 or 4 pts. of boiling water, which separates a yellow resin; and 
the liquid decanted therefrom deposits on cooling, a yellow powder, while 
picric and nitric acids remain dissolved. The yellow powder is purified 
from adhering colouring matter by repeatedly dissolving it in hot water 
and leaving the solution to cool; or it is mixed with milk of lime, where- 
upon the resinous colouring matter remains undissolved, together with the 
lime, and the filtrate is precipitated by hydrochloric acid. 


Properties. When perfectly purified, it forms a white amorphous 
powder; but it is commonly mixed with a small quantity of a yellow 
resin which passes with it into all its compounds. It then forms light- 
yellow crusts and warty crystalline granules (c); has a slightly sour 
aromatic and slightly bitter taste; melts at 118° to a yellowish brown 
liquid; boils at 256°; becomes covered when exposed to the sun or gently 
heated, with white crystals of benzoic acid; and when distilled, yields 
pure crystallised benzoic acid, with a small residue of charcoal. The 
white powder (e) obtained by repeated purification, is converted 
by scallaticn into crystallised benzoic acid, without leaving any 
residue 


a b. c d. eé. 
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When distilled with lime, it yields benzol. 


Combinations. The acid of composition c, forms with bases, salts 
which are less soluble than those of pure benzoic acid. 

The ammonia-salt is yellow. The lime-salt crystallises in yellow 
nodules by spontaneous evaporation. The lead-salt, obtained by precipi- 
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tating the lime-salt with neutral acetate of lead, or the soda-salt with 
nitrate of lead is a yellow, non-crystalline, insoluble precipitate consist- 
ing of 2PbO, C¥H°O* + resin. The copper-salt obtained by precipitating 
the lime-salt with acetate of copper, is of a beautiful green colour, amor- 
phous, and yields by dry distillation, benzoic acid and benzol, leaving 
metallic copper and charcoal. The silver-salt obtained from nitrate of 
silver and the ammonia-salt, is dark brown and is resolved by boiling 
with water into an insoluble brown amorphous body, and a soluble portion 
which crystallises in dendrites. 

The acid dissolves readily in alcohol and ether. 

The compound ether obtained by treating this acid with alcohol and 
hydrochloric acid is a reddish oil, heavier than water, having an aromatic 
odourand bitter taste; when distilled after drying, it yields pure benzoate 
of ethyl. 


2. Carbobenzoic Acid. CH®O*. 


PLANTAMOUR. Ann. Pharm. 80, 841. 
[Benzoic acid, with a small quantity of cinnamic acid? Gm.] 


Preparation. Cinnamein is mixed with concentrated alcoholic potash ; 
the soapy mass diluted with water. and repeatedly distilled with fresh 
portions of water till all the cinnamic ether and peruvin have passed 
over; the residue dissolved in water; the solution decomposed by hydro- 
chloric acid ; and the cinnamic and carbobenzoic acids thus separated are 
washed with cold water and dissolved in hot water, whence the cinna- 
mic acid crystallises on cooling. The mother-liquor yields after evapora- 
tion, first a mixture of laminar cinnamic acid and cauliflower-like carbo- 
benzoic acid; the last mother-liquor yields only carbobenzoic acid. — 
2. From the mixture of cinnamic and carbobenzoic acids precipitated by 
hydrochloric acid, pure carbobenzoic acid sublimes between 120° 
and 150°. 


Properties. Crystalline grains grouped in masses like cauliflower- 
heads. Melts at 150°; boils at 250°; sublimes a little below its melting 
point in granules united in cauliflower-heads and destitute of lustre. 


Plantamour. 
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Combinations. More soluble in water than benzoic acid. 
The carbobenzoates crystallise in cauliflower-like masses, which cake 
together when heated. 


Carbobenzoate of Baryta. — Obtained by dissolving the crystallised 
acid in hot baryta-water. Anhydrous. 
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Carbobenzoate of Lime. — Prepared like the baryta-salt. 


Plantamour. 
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Carbobenzoate of Lead. — Becomes waxy at 100°. 
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Carbobenzoate of Silver. — By precipitating the ammonia-salt with 
nitrate of silver. Flocculent precipitate. Decomposed by evaporation. 
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Carbobenzoic acid dissolves readily in alcohol and ether. 


3. Hypobenzoylous Acid. 
Lowia & WEIDMANN. Pogg. 50, 105. 


Formation and Preparation. The mixture obtained by heating 
benzoate of ethyl with sodium (p. 61), is washed with anhydrous ether, 
which leaves undissolved a saline mass consisting of ethylate and benzoate 
of sodium. The dark brown liquid having been freed from ether by 
distillation, there remains a brown oil (impure hypobenzoylite of ethyl) 
which is insoluble in water, dissolves readily in alcohol and ether, is but 
slightly decomposed by aqueous potash, but readily by alcoholic potash, 
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with formation of small quantities of benzoate and hypobenzoylite of 
potash. Ifthe alkaline solution be diluted with water and the alcohol 
separated from the clear liquid by distillation, hydrochloric acid then 
throws down from this liquid a mixture of benzoic and hypobenzoylous 
acids, This mixture is boiled with water, in which the hypobenzoylous 
acid is insoluble. 


Properties. Yellowish brown; resinous; in the cold it has the con- 
sistence of thick turpentine, but melts very easily at the heat of the 
water-bath, into a transparent yellow liquid. The alcoholic solution 
reddens litmus slightly. The acid is not volatile. 


Léwig & Weidmann. 
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At a higher temperature, it decomposes like the resins. —It appears 
to be oxidised by nitric acid. 

It is insoluble in water, but dissolves very readily in alcoholic potash, 
forming a yellow solution whence it is precipitated by acids in its 
original state. The solution neutralised with acetic acid till it begins to 
be turbid, then filtered, and precipitated with acetate of lead, yields a 
yellowish white precipitate which, after drying at 100°, contains: 


Loéwig & Weidmann. 
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The solution of the acid in potash neutralised with nitric acid, forms 
with baryta or lime salts a yellowish precipitate; with ferric salts, a 
yellowish brown; with mercuric nitrate or chloride, a white; and with 
nitrate of silver, a yellow precipitate becoming brown when heated. 


Sulphide of Benzylene. 
Cane 


Canours. (1848.) WV. Ann. Chim. Phys. 23, 836; J. pr. Chem. 45, 183. 
Sulphobenzol. 


Formation. Produced by treating chloride of benzylene with an 
alcoholic solution of sulphide of hydrogen and potassium: 


CHH°CP + KS,HS = CHH*S? + KCl + HCL. 
VOL. XII. E 
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White crystalline scales having a pearly lustre. Insoluble in water. 
Melts at 64° and solidifies in the crystalline state on cooling. 
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The compound when strongly heated turns brown and _ volatilises, 
being at the same time partially decomposed. — It is violently attacked 
by nitric acid even when dilute, with formation of sulphuric acid and a 
substance which dissolves in alkalies avd crystallises in yellow scales. 

It dissolves sparingly in cold, readily in boiling alcohol, whence it 
crystallises in shining scales on cooling. 


Hydriodate of Benzylene. 
CES EA bend bdo be ti bs 


CaNNIZZARO. (1854.) Epistolary communication. 
Iodide of Benzyl, Hydriodwasserstoff-benzen. 


When a solution of benzylic alcohol (p. 19), in bisulphide of carbon 
is mixed with a saturated solution of phosphorus in bisulphide of carbon, 
iodine gradually added, and the sulphide of carbon distilled off after the 
action is terminated, there remains, besides iodide of phosphorus, a liquid 
which irritates the eyes strongly and probably consists of hydriodate of 
benzylene. 


Hydrochlorate of Benzylene. 
C“H'C] = C“H* HCl. 


CANNIZZARO. (1853.) Ann. Pharm. 88, 130.—N. Ann. Chim. Phys. 
45, 468; Ann. Pharm. 96, 246. 


Chloride of Benzyl, Chlorotoluene, Chlorwasserstof’-benzen, Ether benzhydro- 
chlorique. 


Preparation. 1. When hydrochloric acid gas is passed through 
benzylic alcohol, the liquid becomes heated, assumes a brown colour, and 
divides into two layers. The upper layer is aqueous hydrochloric acid; 
the lower, which consists of impure hydrochlorate of benzylene, is 
removed, distilled in a current of dry hydrochloric acid gas, washed with 
carbonate of potash, dried by chloride of calcium, and rectified. — 
2. Toluene, C“H®, is repeatedly distilled in a current of dry chlorine gas; 
and the product is washed with water and solution of potash, then 
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dehydrated by chloride of calcium, and repeatedly rectified. The liquid 
thus obtained, hitherto called chlorotoluene or chlorotoluol, is identical 
with the preceding. 


Properties. Colourless, strongly refracting oil, heavier than water: 
and having a very pungent odour. Sp. gr. of (1) from 1:1136 to 1°] 179. 
of (2) = 1:117. Boils between 175° and 176° (180° and 185° according s 
Cannizzaro’s earlier statement). 

Heated with alcoholic ammonia over the water-bath, it yields sal- 
ammoniac and a crystallised alkaloid which melts at a higher temperature 
then toluidine. — Heated with alcoholic potash, it yields chloride of 
potassium and benzylic alcohol. — Heated with an alcoholic solution of 
acetate of potash, it yields chloride of potassium and acetate of benzyl; 
and with alcoholic cyanide of potassium, it yields chloride of potassium 
and cyanide of benzyl. 

Insoluble in water ; dissolves readily in alcohol and ether. 


Chloride of Benzylene. 
CMHC? = C¥HS,CE. 


Canours. (1848.) WW. Ann. Chim. Phys. 28, 329; J. pr. Chem. 
46, 130; abstr. Ann. Pharm. 70, 329. 


Chlorobenzol. 


Formation and Preparation. Bitter almond oil and pentachloride 
of phosphorus act upon one another with great evolution of heat; and if 
the action is assisted by gentle heating, a mixture of two liquids passes 
over. One-fourth of the distillate boils between 108° and 112°, and 
consists of oxychloride of phosphorus; and when this is distilled off, and 
the residue mixed with water, chloride of benzylene separates in the 
form of an oil, which may be washed with dilute potash-ley and after- 
wards with pure water, then dried over chloride of calcium and distilled. 

Colourless liquid, the odour of which is faint in the cold, but strongly 
penetrating at higher temperatures. Sp. gr. 1:245 at 16°. Boils between 
206° and 208°. Vapour-density 5°595. 
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It is not decomposed by potash, even with the aid of heat. 

With an alcoholic solution of sulphide of bydrogen and potassium, it 
yields chloride of potassium and sulphide of benzylene. 

It is insoluble in water, but dissolves readily in alcohol and ether. 


‘|. Cyanide of Benzyl. 
CoN ONO. 


Cannizzarno, WV. Ann. Chim. Phys. 45, 468. 


Obtained by boiling chloride of benzyl with a concentrated alcoholic 
solution of cyanide of potassium, till no more chloride of potassium 
separates from the liquid, and distilling the filtrate to remove the vinic 
alcohol. The residual liquid then separates into two layers, the upper 
containing cyanide of benzoyl, which may be obtained from it by 
rectification. , 

Colourless liquid which by boiling in strong caustic potash, is 
conyerted into toluic acid, C’H°O?: 


C“NH7 + 4HO = CH804 + NH3. 4. 


Acetate of Benzyl. 
C#H0O4 — Clr tO CAH Os 


Cannizzaro. (1853). Ann. Pharm. 88, 130. 
Essighenzester, Ether benzacetique. 


Preparation. 1, When a solution of benzylic alcohol in 2 vol. acetic 
acid is mixed with a solution of 1 vol. oil of vitriol] in 4 or 5 vol. acetic 
acid, the mixture becomes turbid after a short time, and an oily layer of 
acetate of benzyl forms on the surface of the liquid. This. oil is removed, 
washed with a warm mixture of acetic acid and oil of vitriol, and after- 
wards with carbonate of potash, then dried over chloride of calcium, and 
rectified. — J. 2. Chloride of benzyl (prepared from toluol, p. 50) is 
boiled for two or three hours with a strong alcoholic solution of acetate 
of potash in an apparatus which allows the condensed vapours to flow 
back again; the precipitated chloride of potassium separated by filtration, 
and the greater part of the vinic alcohol removed from the filtrate by 
distillation. The remaining liquid then separates into two layers, the 
upper of which, when rectified yields acetate of benzyl. . 

Colourless oil, heavier than water, and haying a yery agreeable odour 
like that of pears. It boils at 210°. 

Boiled with strong potash-ley, it yields acetate of potash and benzylic 
alcohol. 
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Benzoate of Benzyl. 
C2H2Ot — C4H70,0%H503, 


CannizzAro. (1854.) Epistolary communication. 
Benzylic Benzoate, Benzoe-benzester, Ether benzo-benzoique. 


When chloride of benzoyl and benzylic alcohol are distilled together 
in equal numbers of atoms, hydrochloric acid gas is evolved, and benzoate 
of benzyl distils over in the form of a yellowish oil. At the beginning 
of the distillation, small quantities of benzoic acid and hydrochlorate of 
benzylene likewise pass over, but at a later period, the benzoate of benzyl 
is obtained in a state of purity. The yellowish oil crystallises on cooling; 
the mass thus obtained is pressed between paper, and distilled over 
benzoic anhydride; and the distillate is washed with carbonate of potash 
and rectified. On cooling, crystals of benzoate of benzyl separate in the 
midst of the yellow liquid. 

Colourless crystalline laminz melting below 20°, into a colourless oil, 
which remains liquid long after it has been cooled below its melting point, 
and often requires the aid of a freezing mixture to crystallise it again. 
Boils a little below 345°, 


Cannizzaro. 
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The yellowish oil from which the benzoate of benzyl has crystallised, 
has the same composition as the crystals. The mixture boils between 
340° and 345°, and consists of, 79°13 p.c. C, 5°94 H, and 14:93 O. 


Sulphobenzoic Acid. 
ee Sorat seta z ou). 


MitscuEeruicu. (1834.) Pogg. 31, 287; further, V. Ann. Chim. Phys. 
7, 5. 
Feuutine. Ann. Pharm. 27, 222. 


Benzoeschwefelstiure, Benzoe-unterschwefelsdure. 


Formation and Preparation.--1. When vapour of anhydrous sul- 
phuric acid is passed over dry benzoic acid, or when solid anhydrous 
sulphuric acid is gradually mixed with dry benzoic acid, heat is evolved, 
and a viscid transparent mass is formed, If 2 pts. of benzoic acid are 
mixed with 1 pt. of anbydrous sulphuric acid, an additional portion of 
benzoic acid must be added after cooling, and the solid mass treated with 
water, which dissolves sulphobenzoic and excess of sulphuric acid, while 
benzoic acid separates out. The aqueous solution is saturated with car- 
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bonate of baryta, filtered, evaporated, and mixed while still hot with 
hydrochloric acid: acid sulphobenzoate of baryta then separates in 
crystals as the liquid cools. These crystals are purified by recrystallisa- 
tion, and dissolved in water; the baryta precipitated by an exactly 
equivalent quantity of sulphuric acid; the sulphate of baryta separated 
by filtration; and the filtrate concentrated till it no longer boils at 150°. 
The acid is then obtained in the solid form on cooling. —2. By the 
action of sulphuric acid on benzonitrile. (Buckton & Hofmann, x1, 
156.) — 8. By the action of water on chlorosulphobenzoic acid. (Lim- 
pricht & v. Uslar, dnn. Pharm. 102, 252.) 


C¥YHICPS*0%, + 400 = CMHS70" + 2HCI. 


Properties. Solid crystalline mass which may be heated to 150° 
without decomposition; it deliquesces gradually in moist air, but recovers 
its solid form in a dry atmosphere. 


Decompositions. —1. By heating sulphobenzoic acid or any of its 
salts with excess of hydrate of potash till complete decomposition ensues, 
sulphite and sulphate of potash are produced, (Fehling.) —2. The acid 
gently heated with pentachloride of phosphorus forms chlorosulpho- 
benzoic acid, together with water and chlorophosphoric acid. (Limpricht 
& vy. Uslar): 


CHHSS20! + PCE = C#H*CPS20% + 2HO + PCBO?. 


Sulphobenzoates.—Sulphobenzoic acid forms both neutral and acid salts 
(C¥H*M?04,2S0$ and C“H®MO*, 280°). — It decomposes nitrate and hydro- 
chlorate of baryta, producing an acid baryta-salt.; it also decomposes 
hydrochlorate of ferric oxide. (Mitscherlich.) — According to Mitscherlich, 
the formula of the acid sulphobenzoates is MO,C“%H°O°,HO,SO%, and of the 
neutral salts: MO,CH°O?,SO? + M9O,SO%. Fehling has shown that the 
perfectly dried neutral salts contain 1 At. water less than this formula 
requires, and regards the acid as a conjugated hyposulphuric acid 
= C“H*0%,S’0° + 2HO. As it is difficult to explain on this hypothesis, 
why hyposulphuric acid, which is monobasic, should saturate 2 atoms of 
base, Berzelius supposes the acid to contain the copula C“H‘O? united 
with 280%. (Lehrb. 5 Aufl. 4, 324.)-— The bibasic nature of the acid 
finds a ready explanation in Gerhardt’s law (vil. 222). According to this 
view, the formula of the acid is C%H®O*,2S0°, and of the 6 atoms of 
hydrogen 2 At. are replaceable by metals. 


Sulphobenzoate of Potash.—a. Neutral. — Obtained by double de- 
composition from neutral sulphobenzoate of baryta and neutral sulphate 
of potash. — Beautiful crystals which deliquesce in moist air.— b. Acid. 
— By decomposing acid sulphobenzoate of baryta with neutral sulphate 
of potash. — Beautiful efflorescent crystals. (Mitscherlich.) 


Sulphobenzoate of Baryta. — a. Neutral. — The solution of the acid 
salt boiled with carbonate of baryta and evaporated, yields indistinct 
crystals, or generally mere crystalline crusts. The sali is very soluble 
in water. (Mitscherlich, Fehling.) It bears a very strong heat without 
decomposition, remaining unaltered even at the temperature of boiling 


oil. Deflagrates when suddenly heated with nitre or nitric acid. 
(Fehling. ) 


SULPHOBENZOIC ACID. 55 


Fehling. Mitscherlich. Buckton & * 
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b. Acid. — Preparation p. 53; also xi, 157.——Crystallises easily in 
oblique rhombic prisms belonging to the oblique prismatic system. 
uw: u = 82° 21’; inclination of base to lateral edge = 98° 6’. The 
oblique lateral edge is generally truncated; mostly also the acute summit 
of this lateral edge; more rarely octohedral faces occur. The crystals 
are generally macled. (Fehling.)-- Permanent in the air. Soluble in 
20 pts. of water at 20°. The solution has anacid reaction. The crystals 
give off 9:13 p. c. (3 At.) water at 200°. (Mitscherlich.) 


Buckton — Limpricht 


Dry. Mitscherlich. & Hofmann. &v. Uslar. 
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The salt is not decomposed by fuming nitric acid. (Mitscherlich.) 
The acid sulphobenzoates of magnesia, zinc- oxide, ferrous oxide, cobaltous 
oxide, and cupric oxide yield fine crystals. (Mitscherlich.) 


Neutral Sulphobenzoate of Lead. — Obtained by boiling the aqueous 
acid with excess of carbonate of lead. —Slender needles united in 
radiated groups; the solution in hot water solidifies almost completely on 
cooling. — The salt gives off 7:93 p.c. (4 At.) water at 220°. (Fehling.) 


Dry. Fehling. 
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Neutral Sulphobenzoate of Silver. — Crystallises in vacuo in small 
yellowish crystals which in drying give off 4195 p. c. (2 At.) water. 
(Fehling.) 


Dry. Fehling. 
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Benzoate of Methyl. 
C1#H804 —_ (PRR OmAEO® 


Dumas & PEticot. (1835.) Ann, Chim. Phys. 58, 50. 
Benzoeformester, benzoestiures Methyloxyd, Benzoate de Methylene. 


Preparation. 1. A mixture of 1 pt. wood-spirit, 2 pts. benzoic acid 
and 2 pts. oil of vitriol is subjected to distillation; the residue again 
distilled two or three times with fresh wood-spirit; and the united dis- 
tillates mixed with water. The impure benzoate of methyl which then 
sinks to the bottom is washed two or three times with water, agitated 
with chloride of calcium, decanted, and distilled over dry oxide of lead. 
—2. Neutral sulphate of methyl] is distilled with benzoate of potash or 
very dry benzoate of soda. — 8. Wood-spirit is distilled with oil of vitriol 
and hippurate of lime. 


Properties. Colourless liquid of sp. gr. 1:10 at 17°, 1:0876 at 16°3° 
or 1:1026 at 0°. (H. Kopp.) — Boils at 198°5° when the barometer 
stands at 761 mm. (Dumas & Peligot); 199°2°, bar. at 746°4 mm. 
(H. Kopp, Ann. Pharm. 94, 307.) Vapour-density 4717. Has an 
agreeable balsamic odour. 


Dumas & Peligot, 
Srom hippuric acid. 
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Decompositions. 1. The vapour passed through a red-hot tube filled 
with lime yields benzol, Probably thus (Muspratt & Hofmann, Ann. 
Pharm. 54, 11): 


CHO! = C2HS + (2H? + 2002, 


2. Benzoate of methyl absorbs chlorine gas without visible alteration; 
if however the saturated liquid be heated nearly to the boiling point, a 
large quantity of hydrochloric acid is given off, together with a little 
chloride of methyl; the residual liquid consists for the most part of 
chloride of benzoyl. ‘Three-fourths of this liquid distils over at 194° or 
195° and consists chiefly of chloride of benzoyl; the portion which 
distils below this temperature has no constant boiling point, yields 
hydrochloric, benzoic, and formic acids when decomposed by potash, and 
perhaps consists of chlorobenzoate of methyl. The residue left after the 
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distillate at 195° has passed over, is thick, black, and contains benzoic 
acid, benzoate of methyl, and perhaps chlorobenzoate of methyl. 
(Malaguti, Ann. Chim. Phys. 70, 887.) 


Wandelic Acid. 
C*H80% = C¥H*0?,C?H?04, 


WINCKLER. (1885.) Ann. Pharm. 18, 310; Pogg. 41, 375; Repert. 
57, 314. 

Lieptc. Ann. Pharm. 18, 3819; Pogg. 41, 884. 

LAURENT. Ann. Chim. Phys. 65, 202, 

Wouter. Ann. Pharm. 66, 238. 


Formobenzoic acid, Formobenzoesiure, Acide formobenzoilique, Mandelsiure, 
Bittermandelolameisensaure. 


Formation. 1. By heating bitter almond water with hydrochloric 
acid. (Winckler.) The hydrocyanic acid is then resolved into ammonia 
and formic acid, which, at the moment of its formation, unites with the 
bitter almond oil (Liebig);— 2. By the action of fuming sulphuric acid 
on bitter almond oil. (Laurent.)— 3. By heating amygdalin with 
fuming hydrochloric acid. (Wohler, dann. Pharm. 66, 238.) 


Preparation. Bitter almond water—obtained by distilling 80 oz. of 
bitter almond paste with 90 lbs. of water till 160 oz. have passed over, 
then taking 80 oz. of this liquid, and shaking up the distillate with the 
bitter almond oil—is mixed with 4 oz. of hydrochloric acid of sp. gr. 
1°12, and evaporated to dryness over the water-bath, till all the hydro- 
chloric acid is expelled. The yellowish crystalline residue smelling 
slightly of bitter almonds, leaves pure sal-ammoniac when treated with 
cold ether; and the ethereal solution yields by spontaneous evaporation, 
a slightly yellow crystalline mass, which, when treated with water, 
leaves a resinous flocculent body having the odour of bitter almonds. 
The aqueous solution is transparent and colourless, and contains pure 
mandelic acid which crystallises on evaporation. (Winckler.) — 2. When 
bitter almond oil is treated with 3 of its volume of fuming sulphuric acid, 
heat is evolved, the liquid becomes brown and thick, and solidifies in a 
compact mass on cooling. The mass when treated with water yields an 
upper semi-solid layer containing undecomposed bitter almond oil and 
stilbylous acid, and a lower layer containing mandelic acid and excess of 
sulphuric acid: the mandelic acid crystallises from the latter on cooling. 
(Laurent.)—[3. A solution of amygdalin in hydrochloric acid is evapo- 
rated over the water-bath and the syrupy mass treated with ether, which 
dissolves the mandelic acid. On evaporating the solution, the mandelic 
acid crystallises. (Wohler, Lg.) | 


Properties. Scaly crystalline niass, (Winckler.) Crystallises some- 
times in rhombic needles, sometimes in rhomboidal plates, frequently hav- 
ing their acute angles truncated (Laurent); in plates belonging to the 
rhombic system. (J. Heusser, Pogg. 94, 637.) — Has a very faint odour 
of sweet almonds, and a strong acid taste with a somewhat styptic after- 
taste. Melts easily, with loss of water, into a yellow oil, which, on 
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cooling, solidifies to a translucent gum. (Winckler.) — When a solution 
of mandelic acid in strong hydrochloric acid is evaporated at a tempera- 
ture above 100°, it becomes amorphous, and afterwards forms a solution 
with a small quantity of water, but is precipitated by a larger quantity in 
the form of a heavy yellowish oil. (Wéhler, Ann. Pharm. 66, 240.) 


Liebig 
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Decompositions. The acid heated above its melting point, diffuses an 
agreeable odour recalling those of white-thorn blossoms, hyacinth and 
gum benzoin. — Heated in a distillatory apparatus to a temperatnre short 
of carbonisation, it is converted into a dark brown, resinous, bulsamic 
mass, which dissolves sparingly in water, but readily in alkalies and in 
alcohol. A large quantity of bitter almond oil passes over at the same 
time. — The acid burns with a red smoky flame, leaving a bulky, easily 
combustible charcoal. (Winckler.)— When it is boiled with nitric acid 
as long as nitrous fumes continue to escape, the formic acid is decomposed, 
and the bitter almond oil is converted into benzoic acid, which crystallises 
on addition of water. (Liebig.) — When chlorine gas is passed through 
an aqueous solution of mandelic acid, an oil smelling lke chloride of 
benzoyl separates at first; and if potash be then added and the passage 
of the chlorine continued till this oil has completely disappeared, the 
solution, when subsequently treated with acid, gives off carbonic‘acid and 
deposits benzoic acid in the form of a crystalline magma. (Liebig.) — 
The acid dissolves in oid of vitriol, and the solution when gently heated, 
gives off carbonic oxide. (Liebig.)— The aqueous solution boiled with 
peroxide of manganese yields carbonic acid and bitter almond oil. 


(Liebig.) 


Combinations. The acid is very soluble in water. 


Mandelates. — The acid neutralises bases completely and expels car- 
bonic acid from its compounds. (Winckler.) 


Mandelate of Ammonia. — The aqueous acid is slightly supersaturated 
with ammonia and left to evaporate.—The salt is very difficult to crys- 
tallise, and generally forms a yellowish white mass. It has a very mild 
taste. When heated, it decomposes in the same manner as the free acid. 
— It dissolves in the smallest quantity of water and readily in alcohol. 


(Winckler.) 


Mandelate of Potash. — Obtained by nearly neutralising carbonate of 
potash with the aqueous acid, so that the liquid retains a slight alkaline 
reaction, evaporating to dryness, exhausting the dry mass with alcohol, 
and leaving the alcoholic solution to evaporate. White, soft, easily 
friable, soapy mass, having a very mild, scarcely saline taste, faintly 
resembling that of sweet almonds. Decomposes like the free acid when 
heated, takes fire easily and burns away completely, leaving pure 
carbonate of potash. — Dissolvyes very readily in water and alcohol. 


(Winckler. ) 
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Mandelate of Baryta. — Obtained by decomposing carbonate of baryta 
with mandelic acid.—20 pts. of the acid decompose 13°38 pts. of carbonate 
of baryta. (1 At. acid : 1 At. BaO,CO*.) — The salt crystallises readily 
in small, tolerably hard needles. When heated, it behaves like the potash- 
salt. — It is much less soluble in water than the potash-salt. (Winckler.) 


Mandelate of Alagnesia, — Crystallises readily. (Winckler ) 


Mandelate of Lead. — Precipitated as a white, finely crystalline powder 
on adding mandelate of potash to neutral acetate of lead. When care- 
fully heated in close vessels, it yields an oil which appears to be nearly 
pure bitter almond oil. Scarcely soluble in water. (Winckler.) 


Mandelate of Copper.— A solution of sulphate of copper is precipi- 
tated by mandelate of potash. — Fine light blue powder. Behaves like 
the lead-salt when subjected to dry distillation. — Nearly insoluble in 
water and alcohol. (Winckler.) 


Liebig. Winckler. 
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Mercuric Mandelate.— Obtained by precipitating mercuric nitrate 
with mandelate of potash. — Its reactions closely resemble those of the 
copper salt. (Winckler.) 


Mandelate of Silver. — Obtained by precipitating nitrate of silver 
with neutral mandelate of mercury. White, heavy, crystalline powder, 
easy to wash. Crysiallises from its aqueous solution saturated at the 
boiling heat in rather hard crystals haying a slight yellowish colour. 


Liebig. Winckler. 
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Melts at a somewhat high temperature into a dark mass, and yields 
the same products of decomposition as the acid, leaving metallic silver. 
(Winckler.) 

Mandelic acid dissolves in the smallest quantities of alcohol and 


ether. (Winckler.) 
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Benzoate of Ethyl. 
CH MOtu= Gt 0} C4H4 07. 


SCHEELE. Opusc. 2, 141, 

THENARD. Mem. d Arcueil. 2, 8. 

J. Dumas & Pou. Bouttay. J. Pharm, 14, 118. 

Wouter & Liesie. Ann. Pharm. 3, 274; also Pogy. 26, 472. 
Devitte. WV. Ann. Chim. Phys. 3, 188; J. pr. Chem. 25, 358. 


Benzoic ether, Benzoevinester. 


Formation. 1. When alcohol is added by drops to benzoic acid 
heated to its evaporating point, a large quantity of benzoic ether is 
produced. (Gaultier de Claubry, Compt. rend. 14, 591.) — When benzoic 
acid and ether are heated together in a closed vessel for three hours to 
360°, one-fourth of the ether is converted into benzoate of ethyl. From 
alcohol and benzoic acid, the compound ether is formed at 100°. (Ber- 
thelot, Compt. rend. 37, 856.) — Alcohol and benzoic acid may be distilled together, 
repeatedly, without forming any compound ether. (Scheele, Thénard.) A saturated 
solution of benzoic acid mixed with hot alcohol may be kept for weeks in a warm place 
without forming benzoic ether. (Liebig, Ann. Pharm. 65, 351). —2, Chloride of 
benzoyl forms with alcohol, benzoic ether and hydrochloric acid. (Wohler 
& Liebig.) 

CBHPCIO* 4. C*H6O? = Ce HMOt re Cr 


38. When to a saturated alcoholic solution of benzoic acid, there are 
added a few drops of fuming hydrochloric acid, or better, of alcohol 
saturated with hydrochloric acid gas, the mixture, if kept at a gentle 
heat, is for the most part converted, in the course of eight or fourteen 
days, into benzoic ether. — As a very small quantity of hydrochloric acid 
is sufficient to effect the conversion, it is probable that chloride of benzoyl 
is formed in the first instance, and immediately converted into benzoate 
of ethyl and hydrochloric acid, from which a fresh quantity of chloride 
of benzoyl is produced, and in this manner the process is continued. — 
4. When tolu-balsam is subjected to dry distillation. a mixture of toluol 
and benzoic ether passes over towards the end of the process. (Deville, 
N. Ann. Chim. Phys. 3, 188.) According to Scharling, however, the 
compound ether obtained by the dry distillation of tolu-balsam is not 
benzoate of ethyl, but benzoate of methyl (p. 55).— 5. Cahours, by 
subjecting gum benzoin to dry distillation, obtained an oil which was 
probably impure benzoic ether. (Bull. de la soc. philomat.) 


Preparation. 1. A mixture of 3 parts alcohol, 1 pt. benzoic acid and 
13 pt. hydrochloric acid, is distilled, the receiver being changed as soon 
as the benzoic ether begins to pass over: the ether partly floats on the 
water and partly sinks. (Scheele.) — 2. When 4 pts. of alcohol are 
distilled with 2 pts. of benzoic acid and 1 pt. of fuming hydrochloric acid 
till only one-third remains, alcohol passes over together with a small quan- 
tity of benzoic ether, while the greater part of this ether remains in the 
retort, covered with a mixture of alcohol, hydrochloric acid, and benzoic 
acid; the benzoic ether is washed with hot water and a small quantity of 


BENZOATE OF ETHYL. 61 


potash. (Thénard.) Dumas & Boullay pour the distillate back into the retort 
as soon as half of the liquid has passed over, and repeat this treatment once 
more; precipitate the benzoic ether with water; wash it with water; digest 
with oxide of lead till all the acid is removed, and distil. — H. Kopp passes 
hydrochloric gas into an alcholic solution of benzoic acid; separates the 
benzoic ether with water; washes with a solution of carbonate of soda; 
dehydrates with chloride of calcium, decants, and rectifies. (Ann. Pharm. 
94, 309.) — 3. Chloride of benzoyl is dissolved in alcohol, the solution 
being attended with rise of temperature and evolution of hydrochloric 
acid. As soon as the action is finished, the benzoic ether is precipitated 
by water, repeatedly washed with water, dehydrated by agitation with 
fragments of chloride of calcium, then decanted and distilled. If the liquid 
be distilled in contact with the chloride of calcium, the high temperature required causes 
a considerable quantity of water to pass over. (Wohler & Liebig ) —4, Krom 
Tolu-balsam. The mixture of toluol and benzoic ether obtained by the 
dry distillation of tolu-balsam is slowly heated to 200°; at which tempe- 
rature the whole of the toluol distils over. The residue 1s repeatedly 
distilled, the first portion only of the distillate being collected (free 
benzoic acid remains in the retort), then digested with oxide of lead, and 


distilled. (Deville) 


Properties. Colourless oil, having a faint aromatic odour and pungent 
taste. Sp. gr. =1:0539 at 10°5° (Dumas & Boullay); 1:06 at 18° 
(Deville); 1-049 at 14°, referred to water at the same temperature as 
unity (Delffs, V. Jahrb. Pharm. 1, 1); 1°0556 at 10°5° or 1°0657 at 0° 
(H. Kopp). — Boiling point, 209° (Dumas & Boullay); 207° at 27" 46:4” 
(Delffs); 212°9° at 745°5 mm. (H. Kopp). — Vapour-density =5 406. 
(Dumas & Boullay.) 
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Decompositions. 1. Benzoic ether burns in the air with a bright sooty 
flame. (Scheele.) —2. Chlorine begins to act upon it at temperatures 
between 60° and 70°, producing at first hydrochloric acid and chloride of 
ethyl; but after the action is complete, a compound of chloride of 
benzoyl] and bichlorovinie ether, C*H*CO%, distils over at 190°; then at 
195°, chloride of benzoyl; and the black residue, which boils at 200°, is 
a mixture of benzoic acid, benzoate of ethyl, a black fluid mass, and a 
small quantity of chloride of benzoyl. (Malaguti, dan. Chim. Phys. 
70, 374.) — 8. Benzoate of ethyl treated with strong nitric acid 
(EZ. Kopp), or with a cold mixture of nitric acid and oil of vitriol (Lim- 
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pricht & List) yields nitrobenzoate of ethyl. When nitric acid alone is 
used, a considerable quantity of the compound ether is decomposed, and 
free nitrobenzoic acid is formed. (KH. Kopp.) — 4. Benzoic ether treated 
with strong aqueous potash becomes thick and nearly solid; if water be 
then added, a portion dissolves, while the rest sinks to the bottom and 
disappears gradually. (Deville.)— The ether shaken up for some time 
with potash, disappears, the liquid then containing alcohol and benzoate 
of potash. (Scheele, Thénard.) —5. When it is heated with a mixture 
of hydrate of potash and quick-lime, hydrogen is evolved, and benzoate 
and acetate of potash are produced. (Dumas & Stas, Ann. Chim. Phys. 
73, 152.) —6. Sodium does not act upon benzoic ether in the cold; the 
action begins at 60° or 70°, and is rather lively at 100°. The liquid 
turns brown, and yields, without evolution of gas, a solid mixture of 
hypobenzoylite of ethyl, and a small quantity of undecomposed benzoate 
of ethyl, together with benzoate of soda and ethylate of sodium. 
(Léwig & Weidmann, Pogg. 50, 105.) — Benzoic ether is not attacked by 
pentachloride of phosphorus. (Cahours.) 


Combinations. 1. Benzoic ether is insoluble in cold, and sparingly 
soluble in hot water. — 2. It absorbs ammoniacal gas, forming a white 
mass, which is resolved by water into undecomposed benzoic ether and 
ammonia: acids accelerate this decomposition. (Deville.) — When left 
in contact for some time with aqueous ammonia, it forms benzamide. — 
3. With bichloride of tin it forms a crystallisable compound, which is 
difficult to purify and very apt to decompose. (Léwig, Compt. rend. 
21, 871.) — 4. It dissolves readily in a/cohol and ether. 


4. Sulphobenzoate of Ethyl. 
C??7H#4S?20!° — ZOCOR O GRHIS*Os: 


Limpricut & v. Ustar. Ann. Pharm. 102, 252. 


Absolute alcohol becomes strongly heated in contact with chloro- 
sulphobenzoic acid C“H*CS*0°; hydrochloric acid and chloride of ethyl 
are given off; and on evaporating the liquid over the water-bath, sulpho- 
benzoate of ethyl remains in the form of a syrupy residue having a faint 
ethereal odour.—It dissolves in water in all proportions, and cannot 
therefore be purified, like most compound ethers, by washing with water. 
On heating the aqueous solution, the ether is resolved into alcohol and 
sulphobenzoic acid. The ether cannot be distilled without decomposition; 
when heated in a retort, it leaves a large quantity of charcoal, swells up 
considerably, and yields a small quantity of distillate having a disagree- 
able odour. Treated with gaseous or aqueous ammonia, it yields ethy- 
losulphobenzoate of ammonia. 
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{. Ethylosulphobenzoic Acid. 
C8H S20! — C4H50,HO,C“HtS*08. 
Limpricut & v. Usuar. Ann. Pharm. 102, 255. 
Sulphobenzovinie acid. 


Produced in the form of an ammonia-salt by dissolving chlorosul- 
phobenzoic acid in alcoholic ammonia, or by dissolving sulphobenzoic 
ether in alcohol and passing ammonia through the solution. On eva- 
porating the liquid, the ammonia-salt is obtained in crystals; and by 
dissolving these in water, precipitating the ammonia with bichloride of 
platinum, removing the excess of platinum by sulphuretted hydrogen, 
and evaporating the filtrate at the heat of the water-bath, ethylosulpho- 
benzoic acid is obtained in the form of a yellowish syrup, which does not 
show any signs of crystallisation, even after standing for several days. 
The acid appears however to be crystallisable, but difficult to obtain in 
the crystalline form on account of its proneness to decomposition; for on 
decomposing the baryta-salt with an equivalent quantity of sulphuric 
acid, and evaporating the filtrate over the water-bath, a syrup was 
obtained which solidified in a crystalline mass on cooling, but on being 
saturated with carbonate of baryta, yielded a mixture of sulphobenzoate 
and ethylosulphobenzoate of baryta. 

The Lthylosulphobenzoates are all very soluble: they are most 
readily prepared from the ammonia-salt by precipitating the ammonia 
with bichloride of platinum, removing the excess of platinum by sul- 
phuretted hydrogen, and neutralizing the filtrate with the required 
base. 


Ethylosulphobenzoate of ammonia. — (Preparation, vid. sup.). The solu- 
tion when evaporated yields crystals to the last drop. The crystals are 
four-sided tables, very large and well-defined, especially when separated 
at a winter temperature, and have a very distinct cleavage parallel to the 
shorter side of the base. They melt at about 185°, into a transparent 
viscid mass, which does not solidify till cooled below 150°; if the heat be 
raised to 250° or above, the salt froths up strongly without blackening, 
and the residue left after the frothing has ceased, solidifies in a crystalline 
mass, which dissolves readily in water or alcohol, and erystallises there- 
from in small nodular crystals, which give off ammonia when treated 
with potash, even in the cold; but if the heat is raised above 300°, 
complete decomposition takes place, water, benzonitrile, benzoic acid and 
sulphurous acid being given off, and a strongly tumefied charcoal remain- 
ing behind. The salt is decomposed by potash-ley even in the cold, with 
evolution of ammonia. Heated with aqueous potash to 100° for a few 
hours in a sealed tube, it is decomposed into sulphobenzoic acid, alcohol 


and ammonia. 
Limpricht & 
v. Uslar (mean). 
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The salt dissolves readily in water and alcohol, but is insoluble in 
ether. The solutions are neutral to test paper. 


Ethylosulphobenzoate of Soda. — Prepared as above, or by mixing 
aqueous solution of the ammonia-salt with carbonate of soda, evaporat- 
ing over oil of vitriol at a very gentle heat, boiling the dry residue 
with absolute alcohol and leaving the alcohol to evaporate. Milk-white 
needles united in nodules easily soluble in water and alcohol. 


Limpricht & y. Uslar. 
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The salt appears to contain 2 At. water of crystallisation, part of 
which is given off in drying over oil of vitriol. Two crops of crystals 
which had stood for several days over oil of vitriol, gave off 5°3 and 
5°7 p.c. water at 100°. (2 At. = 6°6 per cent.) 


Ethylosulphobenzoate of Baryta, crystallises after some time from a 
highly concentrated aqueous solution, in small, well defined, rhombic 
tables, which when left over oil of vitriol, give off their water of crys- 
tallisation and fall to pieces. 


Limpricht 
& v. Uslar. 
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Lthylosulphobenzoate of Silver. — By decomposing the baryta-salt with 
sulphate of silver and concentrating the filtrate at a gentle heat, the 
silver-salt is obtained in small transparent needles arranged in concentric 
groups. (Limpricht & y. Uslar.) 4 


Benzoglycolic Acid. 
CHO = O¥H'0%,C!H*0°, 
Ap. STRECKER. (1847.) Ann. Pharm. 68, 54. 


N. Socotorr & Ap. StRECKER. Ann. Pharm. 79, 869; 80, 18. 
Gossmann. Ann. Pharm. 90, 181. 


Formation and Preparation. 1. Dry hippuric acid is rubbed up to a 
thin paste with commercial nitric acid; and a current of nitric oxide gas 
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passed into the mixture, which is kept cold and frequently stirred; 
nitrogen gas is then evolved and the hippuric acid dissolves. When the 
liquid exhibits a green colour (which it does after five or six hours), part 
of the benzoglycolic acid is already separated in the crystalline state. 
The portion which still remains dissolved is for the most part precipitated 
by treating the liquid when cold with a large quantity of water. The 
yellowish crystalline mass obtained by filtering and washing out the acid 
liquid is suspended in water and neutralized with milk of lime, the paste, 
which is thin at first, then solidifying into a hard mass; the liquid 
obtained by heating is filtered while still hot; and, as the filtrate cools, 
the lime-salt crystallises in slender needles, which may be rendered 
colourless by washing with a small quantity of cold water, and pres- 
sure between paper. — The somewhat yellowish mother-liquor may be 
decolorised by animal charcoal, but generally contains a small quantity 
of benzoate of lime. — The acid liquid which has run off from the crude 
benzoglycolic acid still retains in solution a small quantity of that acid, 
which may be separated from it by neutralising it exactly with carbonate 
of potash, crystallising out the nitrate by repeated evaporation, and mixing 
the last mother-liquor with strong nitric acid. The benzoglycolic acid 
thus separated is generally contaminated with a large quantity of benzoic 
acid, which however may be removed by exactly neutralising one half of 
the mixture with lime, mixing it with the other half, evaporating to 
dryness, and extracting the benzoic acid from the residue by means of 
ether (being the stronger acid of the two, it remains in the free state); 
benzoglycolate of lime is then left undissolved. — By dissolving the lime- 
salt in water, and decomposing it with hydrochloric acid, pure benzogly- 
colic acid is obtained as a white crystalline powder; larger crystals are 
obtained by dissolving the lime-salt in alcohol, decomposing it with 
sulphuric acid, filtering from the gypsum, and leaving the filtrate to 
evaporate. (Socoloff & Strecker.) 

2. Hippuric acid is dissolved in excess of moderately dilute potash-ley, 
and chlorine gas passed slowly through the liquid, which, as soon as the 
evolution of nitrogen gas is terminated, is carefully neutralised with 
hydrochloric acid, then concentrated by the application of a gentle heat, 
and mixed with a slight excess of nydrochloric acid; the solution then 
solidifies in a crystalline mass. If the liquid be kept warm, the benzo- 
glycolic acid separates in yellow oily drops which solidify in the erystal- 
line form on cooling. For purification, the acid is dissolved in ether, 
and the ether carefully distilled off from the watery layer below 
it; the acid then separates as in oil, in the midst of the water. 
(Gossmann.) 


Properties. Prisms of 37° 40’ and 142° 20’, frequently taking the 
form of thin plates.x— Melts when heated and solidifies in the crystalline 
form. 


Socoloff & Strecker. 
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Decompositions. The acid when boiled for some time with water, is 
gradually resolved into glycolic and benzoic acids: 


C#H8O® + 2HO =, C4H°O* + CAH408, 


A more rapid decomposition is effected by boiling the acid with water 
containing a little sulphuric acid. (vid. Glycolic acid,) — 2. Benzogly- 
colic acid heated above its melting point gives off vapours containing 
benzoic acid, which excite coughing, and leaves a small quantity of easily 
combustible charcoal. 


Combinations. a. The acid dissolves very sparingly in cold, more 
readily in hot water. When boiled with a quantity of water not sufli- 
cient to dissolve it, it melts into oily drops. 

b. Benzoglycolates.— The acid neutralises bases completely. The 
salts have a faint but peculiar taste. They are for the most part soluble 
in water, many also in alcohol. From the greater number of them, 
the benzoglycolic acid is separated in the crystalline form on the addition 
of stronger acids. They may be boiled with water for a long time 
without perceptible decomposition. 


Benzoglycolate of Ammonia. — Obtained by saturating the acid with 
ammonia, or by decomposing the lime-salt with carbonate of ammonia. — 
Gives off ammonia when evaporated. 


Benzoglycolate of Potash.— Prepared like the ammonia-salt. — Very 
easily soluble in water and alcohol. By spontaneous evaporation it forms 
cauliflower-like masses. From a hot-saturated solution it crystallises 
in broad, very thin plates, on cooling. 


Benzoglycolate of Soda. — Crystallises more readily than the potash- 
salt; from a hot saturated solution, it separates on cooling in rather 
large rhombic tables. At 100° it gives off 21:08 p.c. (6 At.) water, 
and becomes opaque, but retains its lustre. 


At 100°. Socoloff & Strecker. 
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Benzoglycolate of Baryta.— Delicate silky needles, which give off 
6°69 p. c. (2 At.) water at 100°. 


Socoloff & Strecker. 
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C8H/BaO®.,.... 247°6 .... 100°00 


Benzoglycolate of Lime. — Obtained by saturating the acid with milk 
of lime (p. 65). — Delicate silky needles, united in concentric groups. 
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Crystallised. Socoloff & Strecker. 
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The crystallised salt gives off 4:24 p.c. (1 At.) water at 120°.—It 
dissolves in 48:32 pts. of water at 11° and in 7°54 pts. at 100°. The 
solution saturated at the boiling heat often deposits but a small quantity 
of salt on cooling, but if it be then strained, it becomes turbid, and in a 
few seconds solidifies to a thick jelly; if the liquid be then filtered, the 
mother-liquor generally solidifies a second time. 


. Benzoglycolate of Magnesia. — Prepared by mixing the boiling solu- 
tions of sulphate of magnesia and benzoglycolate of lime, and exhausting 
with alcohol the solid mass which forms on cooling. Long, very slender 
needles. 


Benzoglycolate of Zinc. — A solution of the lime-salt saturated at the 
boiling heat, and mixed with chloride of zinc, yields on cooling, long 
thin needles, which completely fill the vessel; they are separated by 
filtration, washed with water, pressed between paper and recrystallised. 
— The crystals give off 14°71 p.c. (4 At.) water at 100°. 


At 100°. Socoloff & Strecker. 
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Benzoglycolate of Lead. —a. Sexbasic. — When the cold solution of 
the lime-salt is precipitated by basic acetate of lead, the precipitate 
partially washed, then immersed in cold water, and the liquid filtered, 
the filtrate yields after a while, short slender needles united in stellate 
groups; they may be freed from adhering carbonate of lead by elutriation. 
— The crystals give off 2°63 p.c. (2 At.) water at 100°. 


At 100°. Socoloff & Strecker. 
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The precipitate obtained by mixing a boiling solution of the lime salt with neutral 
acetate of lead, is a mixture of several basic salts containing 75°6 per cent. of oxide of 
lead. 


b. Sesquibasic.— The cold aqueous solution of the lime-salt forms 
with solution of neutral acetate of lead, an abundant, curdy, flocculent 
precipitate which dissolves sparingly in cold water, and when boiled with 
water, first melts and then dissolves in it completely; the liquid, yields 
on cooling, first an amorphous deposit and afterwards crystals. When 
the original precipitate is covered with a quantity of cold water sufficient 
to dissolve it completely, and the solution filtered, the sesquibasic salt 
separates at first in hemispherical groups of crystals which melt at 100°, 
giving off 3°83 p. c. (6 At.) water. | 

F 2 
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Socoloff & Strecker. 
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2C8H7PbO7,3PbO. 678 .... 100°00 


c. Monobasic. — The mother-liquor of 6, after standing for some time, 
deposits the neutral salt in crystals which resemble those of the salt a, 
and melt with partial decomposition at 100°. 


At 100°. Socoloff & Strecker. 
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Ferric Benzoglycolate.— The solution of the lime-salt yields with 
ferric hydrochlorate, a flesh-coloured precipitate insoluble in water, which 
becomes darker on the surface when dried. After drying in the air, it 
gives off 27°36 p. c. (28 At.) water at 100°. 


At 100°. Socoloff & Strecker. 
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Benzoglycolate of Copper. — A boiling saturated solution of the lime- 
salt, mixed with nitrate of copper, yields on cooling an abundant crop 
of blue rhombic tables, which may be washed with cold water and recrys- 
tallised. The crystals become green and opaque at 100°, but retain their 
lustre; they dissolve sparingly in cold, somewhat more readily in warm 
water; when they are heated with a quantity of water not sufficient to 
dissolve them, the undissolved portion forms a green powder, probably 
consisting of anhydrous salt. 


Benzoglycolate of Silver.— The neutral ammonia-salt is precipitated 
by nitrate of silver, and the precipitate washed with very cold water and 
recrystallised from boiling water. 

White microscopic crystals which quickly blacken in the light when 
moist; they dissolve sparingly in cold, readily in boiling water. 


Socoloff & Strecker. 
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Benzoglycolic acid dissolves readily in alcohol and ether. 
The alcoholic solution of benzoglycolic acid gives off a peculiar odour 
when left to stand for some time. An alcoholic solution of benzoglyco- 
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late of lime, in which an additional quantity of lime-salt is suspended, 
yields, when hydrochloric acid gas is passed into it, not benzoglycolic 
but benzoic ether. 


Hippuric Acid. 
CN -A°O* =—- C#AdH"0% 


Fourcroy & VauquELin. (1799.) A. Zr. 6, 197, 87, 199.—Scher. J. 
2, 432.— Further Ann. Chim. 69. 

Liepia. (1830.) Pogg. 17, 389; also Br. Arch. 34, 287;—Ann. Pharm. 
12, ¢20: 

Dumas & Petigot. Ann. Chim. Phys. 57,327; Ann. Pharm. 14, 69. 

MirscHEeRLicn. Pogg. 33, 335. 

PELouzE. Ann. Pharm. 26, 60; also J. pr. Chem. 18, 420. 

FEHLinc. Ann. Pharm. 28, 48. 

Ure. J. Pharm. 27, 646.—J. Chem. Méd. 17, 648.—Repert. 75, 61. 

ScHwarzZ. . Ann. Pharm. 54, 29; 75, 195. 

DrEssaIGNEs. Compt. rend. 21, 1224; N. Ann. Chim. Phys. 17, 15; 
J. pr. Chem. 87, 244. 


Hippursdure, Urinséure, Pferdeharnséure, Acide hippurique.—Discovered in 
horse-urine, by Fourcroy & Vauquelin, but mistaken fur uric acid ; recognised as a 
distinct substance by Liebig. 


Sources. Inthe urine: a. Of man,— in small quantity only, under 
normal conditions (Liebig, Ann. Pharm. 37, 82); abundantly in diabetes 
(100 pts. of urine yielded 0:025 of crystallised hippuric acid: Lehmann, 
J. pr. Chem. 8, 552; Hungeld, J. pr. Chem. 8, 552); the urine of a girl 
thirteen years old, whose food consisted of apples with a little bread and 
water, contained as much hippuric acid as that of herbivorous animals. 
(Pettenkofer, Ann. Pharm. 58, 86.) — Respecting the occurrence of hippuric 
acid in human urine, see also Duchek (Schmidt’s Jahrb. d. ges. Med. 84, 8).— 
b. Of horses, especially when worked but not overworked. (Liebig, 
Thierchemié, 8 Aufl. s. 86.) Riding-horses yield abundance of hippuric 
acid; agricultural horses yield benzoic acid (frdmann & Marchand, 
J. pr. Chem. 26, 492); the urine of riding-horses which had before 
contained only hippuric acid, yielded benzoic acid, when they were put 
to harder work (Hulstein, V. Br. Arch. 66, 274); hippuric acid is 
present in the urine of horses when they are fed on oats and hay, not 
when they are fed on barley and straw. (Landerer, V. J. Pharm. 20, 
288.)— c. Of oxen,— only when they are fed on distillery refuse (Schwarz, 
Ann. Pharm. 54, 81);—d. Of camels, —in large quantity (Schwarz); — 
e. Of elephants. — In guano (E. Marchand, WV. J. Pharm. 7,184); in the 
excrements of the caterpillars of butterflies and hawk-moths, and also 
in those of the insects themselves (J. Davy, V. Hd. Phil. J. 45, 17); 
in ox-blood (Verdeil & Dolfus, Ann. Pharm. 74, 215); in the scales 
formed in ichthyosis (Schlossberger, Ann. Pharm. 90, 378). 


Formation. 1. The compound of glycocol with oxide of zine placed 
together with chloride of benzoyl in a close vessel, yields hippuric acid 
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and chloride of zinc, slowly at ordinary temperatures, more quickly at 
120°. (Dessaignes, Compt. rend. 87, 492): 


C4*NH50O!,Zn0 + CMH®CIO? = CINH°O0® + ZnCl + HO. 


Hippuric acid is also obtainéd by heating glycocol with benzoic acid 
in a sealed tube. If the action be continued for 12 days at 160°, and the contents 
of the tube then treated with hot water, a solution is obtained which on cooling deposits 
three-fourths of the original quantity of benzoic acid ; and the mother-liquor when con- 
centrated yields hippuric acid in long prisms together with an additional quantity of 
benzoic acid. The water leaves undissolved a fine white tasteless powder, partly soluble 
in potash. (Dessaignes, N. J. Pharm. 32, 44.) 

2. Benzoic acid is converted into hippuric acid in the animal organism. 
— The crystals resembling nitre found some time ago in the urine of a 
dog which had swallowed half a drachm of benzoic acid, were probably 
hippuric acid. (Wohler, Berzelius Lehrb. 4 Aufl. Bd. iv. 376.) Urine 
voided two hours after swallowing benzoic acid or a soluble benzoate 
does not contain uric acid, but when mixed with =, of hydrochloric acid 
and evaporated, yields crystals of hippuric acid, which when mixed with 
dilute nitric acid and evaporated to dryness, produces a fine red purple 
colour with ammonia, (Al. Ure, Repert.'75, 61; further, J. Pharm. 27, 
646.) Keller, before going to sleep, took 2 grammes of benzoic acid; 
the urine voided in the morning had an uncommonly strong acid reaction, 
and yielded crystals of hippuric acid when mixed with hydrochloric acid 
after concentration, and moreover contained urea and uric acid in normal 
proportion, (Ann. Pharm. 43, 198; compare H. Schwarz, Ann. Pharm. 54, 
32.) A. B. Garrod found hippuric acid in his urine after taking between 
20 and 30 grains of benzoic acid, The crystals of hippuric acid were 
mixed with granules of uric acid, which remained undissolved when treated 
with alcohol. The hippuric acid obtained from the alcoholic solution 
did not give with nitric acid and ammonia the reaction observed by Ure; 
the urine contained as much uric acid as when no benzoic acid was taken. 
(Phil. Mag. J. 20, 501; J. pr. Chem. 27, 356.) — Marchand, after taking 
30 grains of benzoic acid, found 39°2 giains of hippuric acid in his urine. 
The benzoic acid must have taken up carbon, as otherwise it could only 
have yielded 34°23 grains of hippuric acid. If C*NH*O? were added to 
the benzoic acid, 30 grains of the latter would yield 44°01 grains of 
hippuric acid. (J. pr. Chem, 35, 209.) 


Preparation. A. From horses’ or cows’ urine. — Horse-urine super- 
gaturated with hydrochloric acid yields, after a while, a yellowish brown 
precipitate of impure hippuric acid. (Liebig, Pogg, 17, 889.) — Horse- 
urine mixed with hydrochloric acid, seldom yields hippuric acid without 
evaporation; hence it should be evaporated to 4 or 3, then mixed with 
hydrochloric acid and the crystallised hippuric acid purified. (Schwarz, 
Ann. Pharm. 54, 29; see also Dessaignes, V. J. Pharm. 22, 45.) — 
100 pts. of cows’ urine mixed with 2 or 3 pts. of crude hydrochloric acid, 
deposit hippuric acid. (Riley, Chem. Soc. Qu. J. 5, 97; N. J. Pharm. 
22, 354.) —2. The fresh urine of horses or cows is immediately mixed 
with excess of milk of lime; boiled for a few minutes; strained; the 
filtrate evaporated to 4 or {';, according to the degree of concentration, 
and supersaturated with hydrochloric acid. (Gregory.) Fresh cows’ 
urine is mixed with hydrate of lime; boiled up once, decanted from the 
lime, and evaporated to 1}, then supersaturated with hydrochloric acid 
when cold, and the hippuric acid collected after 12 hours. If the 
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boiling with milk of lime be longer continued, a brown, resinous body is 
produced which greatly interferes with the purification of the hippuric 
acid. (Stadeler, Ann. Pharm. 77, 18.) — 3. Fresh horse-urine is mixed 
with excess of sulphate of zinc; the liquid together with the resulting 
precipitate evaporated to 4 or 4 of the original bulk, filtered quickly, the 
residue washed with a small quantity of hot water, and the hippurate of 
zinc in the filtrate decomposed by means of dilute hydrochloric or sul- 
phuric acid. Hippuric acid then separates in the form of a white magma, 
which may be washed with cold water, pressed between filtering paper, 
and recrystallised. (J. Lowe, J. pr. Chem. 65, 372.) 

Hippuric acid separated by hydrochloric acid has a brownish colour 
and disagreeable urinary odour, and therefore requires further purifica- 
tion: a. The solution is boiled with quick lime; the filtrate mixed at 
the boiling heat with chloride of lime till the urinary cdour is destroyed; 
animal charcoal then added till the liquid becomes colourless; and the 
filtrate is mixed with hydrochloric acid and left to cool. (Liebig, Pogg. 
17, 889.) — The urine evaporated to a syrup is mixed with an equal volume of crude 
hydrochloric acid, chlorate of potash added till the liquid becomes colourless, and the 
solution left to cool. The chlorate of potash merely decomposes the resin and extrac- 
tive matters. (Rieckher, Jahrb. pr. Pharm. 10, 244.) — The method of purification 
with chloride of lime (or hydrochloric acid and chlorate of potash) must be rejected, 
because a portion of the hippuric acid is thereby converted into benzoic acid. (Dumas 
& Peligot, Schwarz.) — b. The crude hippuric acid is once recrystallised, 
dissolved in caustic soda, and the solution while boiling hot mixed with 
successive small portions of manganate of potash, till a filtered sample 
dropped into excess of hydrochloric acid produces a pure white preci- 
pitate; the liquid is then filtered and the pure hippuric acid precipitated 
by addition of hydrochloric acid. (Géssmann, Ann. Pharm. 99, 373.) 
[is not this method open to the sarme objection as the preceding? W.]—¢. The 
crude acid is pressed, mixed with 10 pts. of boiling water and excess of 
milk of lime; the strained and expressed liquid mixed with solution of 
alum till the alkaline reaction disappears, and left to cool to 40°; car- 
bonate of soda added as long as a precipitate is formed; and the solution 
strained, pressed, and precipitated by hydrochloric acid. The precipitated 
hippuric acid is washed with water, pressed, and dissolved in boiling 
water; blood-charcoal added (1 oz. to a pound of hippuric acid); and the 
solution filtered through paper while still at the boiling heat. (Bensch, 
Ann. Pharm. 58, 267.) —d. The crude acid is boiled with milk of lime, 
the greater part of the fibrin then going down with the precipitate; the 
filtrate precipitated with excess of carbonate of soda, boiled, filtered 
again, and precipitated with chloride of calcium, the carbonate of lime as 
it falls down carrying the colouring matter with it, —then filtered a 
third time, and precipitated with hydrochloric acid. (Schwarz, Ann. 
Pharm. 54, 29.) —e. The crude acid is suspended in an equal quantity 
of water, mixed with 4 of nitric acld of sp. gr. 1:3, filtered after 24 
hours and washed with cold water. (Hutstein, V. Br. Arch. 66, 274.— 
jf. The crude acid dissolved in a large quantity of water is boiled for some 
time with finely divided zinc; a small quantity of recently ignited animal 
charcoal added to the boiling liquid as soon as the action upon the zine 
becomes weak ; and the liquid filtered into dilute hydrochloric or sul- 
phuric acid. For purifying considerable quantities of hippuric acid, the 
crude acid dissolved in the smallest possible quantity of water, is 
neutralised with carbonate of soda, a slight excess of sulphate of zinc 
added; the liquid boiled for a short time with animal charcoal, and then 
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filtered into dilute sulphuric acid. (Léwe.) — [From admixed benzoic 
acid, crystallised hippuric acid is purified by pouring a little water on the 
mixture, adding ether and agitating, whereby the benzoic acid is com- 
pletely dissolv ed. (Liebig. y] 

B. From human urine. — The fresh urine is evaporated to a syrup 
over the water bath, mixed with a small quantity of hydrochloric acid, and 
shaken up with an equal volume of ether, which dissolves the hippuric 
acid. If the ethereal solution does not separate in the course of an hour, 
a quantity of alcohol =, of the bulk of the mixture should be added : 
the liquid then immediately divides into two layers. The upper liquid, 
in addition to the hippuric acid, contains a small quantity of urea 
dissolved by the alcohol; it is therefore shaken up with a little water, 
which takes up the alcohol and the urea, while the hippuric acid remains 
dissolved in the ether. The hippuric acid which crystallises as the ether 
evaporates, is coloured yellowish or brown by a resinous substance, which 
however is easily removed by a little blood-charcoal. (Liebig, Ann. 
Pharm. 50, 170.) 


Properties. Long, transparent, colourless or milk-white prisms, 
belonging to the right prismatic system. Cleavage parallel to the 
MaAldGOs, 01462, yang 2. alee aa BO Siwy eg Oe Os ah ee ee 
(Dauber .Ann. Bharnv: T4202); ya =) 80° Lee 34 — 99 bo : aaa 
98) 3 tad ib yee= BEES0 su tree 114? AD! saat she 2B cua ae 
Wien. Ahad. Bey. 1850,2, 211.) The ratio of the axes is 1: 0°9760: 
1°1605 (Dauber); = 1 : 0°97442 : 1:2606. (Schabus.) — Reinsch, by 
spontaneous evaporation of the solution, obtained crystals resembling 
octohedrons. (Jahrb. pr. Pharm. 20, 217.) — The crystals have an 
unctuous diamond lustre. Sp. gr. 1°308. (Schabus.) In preparing hippuric 
ether from hippuric acid and alcohol, Liebig observed hippuric acid in cauliflower-like 
masses, Schwarz (dnn, Pharm, 75,101) in preparing hippuric ether observed the 
same kind of masses to form in the mother-liquor; they separated unaltered from their 
hot aqueous solution, but on dissolving them in ammonia and adding hydrochloric acid, 
the hippuric acid was precipitated in the crystalline form.— The acid melts when 
heated, and solidifies in the crystalline form. It reddens litmus slightly, 
but does not taste sour, 


Liebig, 


Liebic Dumas & Mitscher- ncn hema Schwarz, 
Hol te Religok, lich. : amorphous. 
urine, 

TSC oe 105 ont O0'7 4-0 OUL00 ee OU Oeste OU 0G eet 59°47 22.4 ‘SU 
IN Sees LAF PS!) ee 87 aa 7 Oe 7°90 7°88 
9- Hines: OO 4900 40 09m, eee OF ee OSs Pee Stl veka 530 
Gul) > Se 4372 26°45 22. 26°80 bone 2628) slboan 26249 26°41 
C#NH°05 179 ....100°00 ....100°00 ....100°0 .... 10000” 100-00 


Pelouze regards hippuric acid as a compound of bitter almond oil, 
hydrocyanic acid and formic acid: 


C8NH°0' = C4H‘0? + C2NH + C?H°04, 


because, when subjected to dry distillation or boiled with peroxide of 
manganese and sulphuric acid, it yields carbonic acid, benzoic acid and 
ammonia. On the other hand, Socoloff & Strecker remark, that other 
compounds containing formic acid in conjunction with an aldide, yield 
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the aldide itself under these circumstances: e.g. mandelic acid (p. 58). 
— As hippuric acid when boiled with water and peroxide of lead, is 
resolved into benzamide and carbonic acid, Fehling regards it as benza- 
mide conjugated with fumaric acid: 


2CBNHIO§ = 2C4NH/0?2 + C8H408, 


with regard to which view, Socoloff and Strecker observe that fumaric 
acid boiled with peroxide of lead does not yield carbonic acid. — From 
the decomposition of hippuric acid into benzoic acid and_ glycocol, 
Dessaignes concludes that it is a compound of anhydrous benzoic acid 
with anhydrous glycocol (analogous to sulphosaccharic acid, ix, 251): 
(C*N H°0%= C*N H*03,C“H°O?), a view which appears also to be sup- 
ported by the formation of hippuric acid from chloride of benzoyl and 
the compound of glycocol with oxide of zinc; but then, as Berzelius 
remarks, the decomposition by peroxide of lead cannot be explained. 
— H. Schwarz (Ann. Pharm. 75. 210) supposes that hippuric acid 
contains benzil and glycocol: 


ZONE Ot C2HeO* + 2C2NEO!. 


According to Socoloff & Strecker, hippuric acid is the amide of benzogly- 
colic acid, since, when treated with nitrous acid it behaves like other 
amides, yielding benzoglycolic acid. It is distinguished from most 
amidogen-acids by the fact that it is the amide of a monobasic acid, just 
as, for example, anthranilic acid is the amide of monobasic salicylic acid. 
(Ann. Pharm. 80,17; compare Heintz, Zoochemie S. 283.) 


Decompositions. 1. The acid blackens when heated, yields a crystal- 
line sublimate of benzoic acid and benzoate of ammonia smelling strongly 
of benzoin, emits at the same time a powerful odour of hydrocyanie acid, 
and leaves a large quantity of porous charcoal. (Liebig.) — Heated in 
a retort, it yields at 210° a deposit of benzoic acid, and boils at 240°, 
giving off red-coloured benzoic acid, at the same time that hydrocyanic 
acid is evolved and benzonitrile distils over. In the retort there remains 
a resinous body, which is brittle in the cold, becomes soft when heated, 
is sparingly soluble in water, but dissolves readily in alcohol and ether. 
(Limpricht & v. Uslar, Ann. Pharm. 88, 132.)— Dry hippuric acid 
heated in a retort with quartz-sand and dried chloride of zinc yields 
benzonitrile, carbonic acid and charcoal. (Gosmann, dann. Pharm. 
100, 69.) 


[C83NH908 — 4HO = CHNH® + CO? + 3C.] 


2. Pure hippuric acid may be boiled for several days with water 
without undergoing any alteration. (Stideler.)— When horse-urine is 
very quickly evaporated, an odour of ammonia is evolved, and the urine 
is found to contain benzoic acid. (Fehling.) — When the urine is boiled 
by itself, the hippuric acid is readily converted into benzoic acid. 
(Dumas & Peligot, Gregory.) Cows’ urine rapidly boiled does not yield 
benzoic acid. (Stadeler.) — 3. Hippuric acid boiled for half an hour 
with excess of potash or soda yields glycocol and a benzoate of the alkali. 
(Dessaignes,) It is not decomposed by boiling with milk of lime. 
(Gregory, Schwartz.) — 4. From hot concentrated hydrochloric aced, 
hippuric acid crystallises without alteration (Liebig); but by continued 
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boiling it is completely resolved into benzoic acid and glycocol; the same 
decomposition is induced by ot of vitriol diluted with 2 pts. of water; by 
20 minutes’ boiling with nitric acid, benzoic acid and nitro-saccharic acid 
are produced: oralic acid boiled for two hours with a very strong solution 
of hippuric acid, converts this acid into benzoic acid, the mother-liquor 
containing oxalo-saccharic acid. (Dessaignes.) This transformation is 
not attended with evolution of gas; 100 pts. of hippuric acid boiled with 
hydrochloric acid, yield 67°49 pts. of benzoic and 59:08 of hydrochloro- 
saccharic acid. (Calculation requires 68°15 benzoic and 62:09 hydrochloro-saccharic 
acid.) When 1 pt. of hippuric acid is boiled with a solution of 2 pts. 
chloride of zinc im an equal weight of water, benzoic acid sublimes 
and glycocol remains behind, mixed however with a small quantity of 
benzoate of zinc, resulting from the decomposition of the chloride by 
boiling. — 5. A solution of hippuric acid in cold nitric acid, is converted 
by nitrous acid into benzoglycolic acid, nitrogen gas and water: 


C8NH°90® + NO? = C8H8O§ + 2N + HO. 


Hippuric acid is not decomposed by boiling with nitrite of potash, 
because it does not set free the nitrous acid. — Hippnric acid in the state of 
cold aqueous solution is not decomposed by nitrous acid: but on the 
application of heat, nitrogen and hyponitric acid are evolved; and the 
latter produces further decomposition, The solution of hippuric acid in 
oil of vitriol is not decomposed by nitrous acid. (Socoloff & Strecker.) 
— 6. In acold mixture of oil of vitriol and fuming nitric acid, hippuric 
acid is converted into nitrohippuric acid. (Bertagnini.) — 7. When 
the solution of hippuric acid in oil of vitriol is heated above 120°, it 
blackens, benzoic acid sublimes, and sulphurous acid is evolved. If the 
heat be discontinued when the sulphurous acid begins to go off and the 
black mass be then poured into water, no benzoic acid will be found in 
the liquid. (Liebig.) — 8. The aqueous solution is not Jecomposed by 
chlorine gas, but when it is boiled with a large excess of chloride of lime 
decomposition takes place. (Liebig.) — When chlorine gas is passed into 
an aqueous solution of hippuric acid, nitrogen is evolved and benzogly- 
colic acid produced. (Géssmann): 


CNH°08 + 3KO + 3Cl = C8H8OS + N + HO + 3KCI. 


9. When hippuric acid is boiled with peroxide of manganese and very 
dilute sulphuric acid, a large quantity of carbonic acid is evolved, 
benzoic acid separates on cooling, and the liquid contains sulphate of 
ammonia. (Pelouze.)—10. Hippuric acid boiled with peroxide of lead 
and water yields benzamide, carbonic acid and water (Fehling): 


C8NH°0® + 60 = C4NH’O? + 4CO? + 2HO. 


When hippuric acid is heated with peroxide of lead, and excess of nitric 
or sulphuric acid, the products formed are carbonic acid and bipparaffin. 
(Schwarz, Ann. Pharm. 75, 195.) — When hippuric acid is boiled with 
water and peroxide of lead, and sulphuric acid is added from time to 
time in quantity only just sufficient to decompose the resulting hippu- 
rate of lead, the only product formed is benzamide.— During the action 
of peroxide of lead upon hippuric acid, a peculiar gas is produced, which 
irritates the eyes and lungs; and the water which distils over at the same 
time reddens litmus slightly, reduces nitrate of silver when mixed with 
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ammonia, but does not lose its peculiar odour on the addition of potash: 
it cannot therefore be formic acid. (Schwarz.)—10. Hippuric acid 
gently heated with excess of lime, does not give off a trace of ammonia, 
but yields a liquid which smells of benzol, and when treated with 
hydrochloric acid, is converted into white crystalline scales; after rec- 
tification however it yields pure benzol [benzonitrile? Z.] (Gerhardt.) 
—11. By the action of a ferment in presence of an alkali, hippuric acid 
is resolved into benzoic acid and glycocol. (Buchner, Ann. Pharm. 
78, 203.) 


Combinations. Hippuric acid dissolves in 600 pts. of water at 0°, 
more readily in hot water. (Liebig.) 

It decomposes the alkaline carbonates. The Hippurates are generally 
CN H®MO%, and most of them are soluble in water. 

From their aqueous solutions, the hippuric acid is immediately pre- 
cipitated by stronger acids in the form of a white crystalline powder, 
without previous turbidity as im the case of the benzoates. (Schwarz.) 


Hippurate of Ammonia. —a. Normal. Crystallises with difficulty; 
the solution gives off ammonia when evaporated. (Liebig.) 

b. Acid. — Crystallises by evaporation from a solution of hippuric 
acid in ammonia, even when the ammonia is in excess. Microscopic 
square prisms, acuminated with four faces resting on the edges. ‘Ihe 
crystals of the Jower stratum are much better than those of the upper, which in fact 
consists ef indistinct crystalline crusts. — The salt, after drying over oil ot 
vitriol, gives off 4:115 p.c. (2 At.) of water at 100°. (Schwarz.) 


Aé 100°. Schwarz. 
te mee. (Min Aedes ttn dk. s ieee eee 1 CORR OES mentee 54°61 
SPLINE Be nasa PREPS aed ts 42 10°69 
Oe EE wrt een Ry he ee PUT hae. chet ad oo Oe SGaretuiess 6°05 
RA (0) SiN Rae Seo tate ee Ome nen ae Vesta hae, 2 28°59 


CENH5(NH4)O% + CSNH°08 + 2Aq.... 393... 100°00 


Between 180° and 200°, it gives off a large quantity of ammonia and 
leaves a red residue, which, when dissolved in water, yields rose-coloured 
crystals of hippurie acid. (Liebig, Schwarz.) — Dissolves very readily 
in water and alcohol, sparingly in ether. (Schwarz.) 


Hippurate of Potash. —a. Normal.— Hippuric acid is dissolved in 
carbonate of potash; the excess of the alkali carefully neutralised with 
aqueous hippuric acid; and the resulting crystals purified by recrystal - 
lisation from alcohol, washing with ether, and finally by several crystal- 
lisations from hot water. If too much acid has been added, the acid 
hippurate of potash crystallises out first. If the crystals are immediately 
dried after being washed with ether, they deliquesce into a gummy mass, 
(Schwarz.) 


At 100°. Schwarz. 
aa SI erate eee a2 ANY baal Fee, 21°#4 
Th CHUM See: 108°0 ADOT At hk: 49°58 
Nyfei ema eeen dd 14°0 6°44 
Gg i Tee ee Vee 8°0 O° DS Pitas 3°87 
DM PE TR A EI 40°0 18°43 


76 BENZYLENE SERIES: PRIMARY -NUCLEUS C¥H4, 


Crystallised. Schwarz. 
C6 ene Cee © ATS pero, Oe es 19°91 
1 9, BE cy erent me: MOS Up ge, OU Oe e Soee 45°78 
INE  neaiivaniietesteetrere T2e0P Cr oS 
10; Hee. LA wate 100” 72274 2H 4°30 
PAQOe eae 56°00. 748. 4423782 
CEN Ke! AG. sc con ie ates LOU UD 


The salt when charred gives off an agreeable odour, like that of 
Satureja hortensis, and quite different from that which is emitted by free 
hippuric acid. It dissolves readily in water, but is not. precipitated 
therefrom by alcohol or ether; it dissolves in absolute alcohol or ether, 
sparingly when cold, more readily when warm, and crystallises therefrom 
on cooling. (Schwarz.) 


b. Acid. — Obtained by dissolving an excess of hippuric acid in 
carbonate of potash. — Crystallises, even by slight concentration, in 
broad satiny lamin, which under the microscope appear like square 
prisms with truncated terminal edges. Gives off 4°77 p.c. (2 At.) water 
at 100°. (Schwarz.) 


At 100°. Schwarz. 
FCOVR a ches notes tucnec dhs. crt eee 47°2 TTC cape 11°28 
a1 OR Per ARES he olen etre RA Le cate 2 216°0 oi age oe ellen 52°01 
Ee hdlids G kei i MEO SRA Ne SL 28°0 6°63 
pI) Bs he Bice ee ae ee 19°0 4°DiF Pee 2 
PENG So's 2G SS RTI A ee ft 112°0 26°43 


C8NHSKOS + CI8NH905 + 2Aq .... 422°2 .... 100°00 


Probably nothing but hippuric acid mixed with the normal salt. Schwarz’s analysis 
was made with too small a quantity. (Gerhardt, N. J. Pharm. 21, 314) 


Hippurate of Soda. — Obtained by carefully neutralising hippuric 
acid with carbonate of. soda, evaporating to dryness, and dissolving in 
alcohol. Crystalline mass having aslight yellowish colour. After drying 
over oil of vitriol, it does not give off any water at 100°. (Schwarz.) 


Schwarz. 
PEN aC ie. a eee 62 157 Geer 15°0] 
Sk CRE: ae LA en Bee 216 52:5 5.tetlee 5257 
OMNI: ae $F ot bevecuere., Fae at My 28 6°81 
eR LEE vt AMES MiP eterets £Pe 17 EN wee 2 4°29 
DEO SPD) ee aa 88 2143 
2(CENH®NaO*) + Aq... 411 100:00 


Hvyppurate of Baryta.—a. Basic. — When the aqueous solution of the acid is 
boiled with carbonate of baryta, and filtered, the alkaline liquid gelatinises on evapora- 
tion; yields as it cools, white porcelain-like crystals; and afterwards solidifies com- 
pletely. The mass, after drying in vacuo, melts without loss when heated, and forms a 
transparent glass. (Liebig.) 

b. Normal, — When the salt a@ is dissolved in.water and acetic acid added till a 
slight acid reaction is produced, the normal salt crystallises in transparent lamine. 
(Liebig.)\— Hippuric acid is dissolved in excess of baryta-water, and the 
excess of baryta precipitated by carbonic acid; or carbonate of baryta is 
treated with excess of aqueous hippuric acid, the carbonate of baryta 
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being kept-in excess. The solution, when evaporated, yields crystalline 
crusts consisting of microscopic square prisms. After drying over oil of 
vitriol, it gives off 3°74 p.c. (1 At.) water at 100°. (Schwarz.) 


At 100°. Schwarz. 
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CYNE BaO® + Aq ... 255°6 7... 100°00 


Hippuro-benzoate of Baryta. — A mixture of benzoic and hippuric 
acids — whether in equivalent proportion or not — saturated with baryta- 
water, treated with carbonic acid, boiled, filtered, and evaporated, deposits 
at first, silvery laminze of benzoic acid, then by further evaporation, 
waxy, rhombic tables of hippurate of baryta, and at last, the syrupy 
mother-liquor yields dull crystal'ine nodules of the double salt, which 
may be picked out from the admixed crystals of hippurate of baryta, 
and recrystallised from water. The salt gives off 7°49 p.c. (4 At.) 
water at 100°. (Schwarz, Ann. Phirm. 75, 192.) 


Aft 100°. Schwarz. 
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Hippurate of Strontia. -— Carbonate of strontia is dissolved in aqueous 
hippuric acid, and the crystals several times recrystallised from cold 
alcohol. — From its hot solution in water or alcohol, the salt crystallises 
in broad lamine, which fill the entire liquid, and under the microscope 
appear as square prisms with perpendicular terminal faces. — It dissolves 
somewhat sparingly in cold water and alcohol, readily in hot. Gives off 
3°74 p.c. (5 At.) water at 100°. (Schwarz.) 


At 100°. Schwarz. 
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Crystallised. Schwarz. 
EO ER te Se ee 5 LsSars sine cb tAdawnucet:. 19°40 
COU s ! a 170°0 63°72 
RTE ee ete couse Aas. cc... AOC Sr ances 16°23 
CN H8SrO® + 5Aq.... 266°38 .... 100°00 


Hippurate of Lime. — Hippuric acid is dissolved in milk of lime, the 
solution filtered, carbonic gas was passed through the filtrate, the liquid 
again filtered, and the clear solution left to crystallise. (Schwarz.) 
The aqueous solution of the acid heated with carbonate of lime, yields 
rhombic tables on cooling, and shining laminzw by evaporation. (Liebig.) 
Oblique rhombic tables. (Schwarz.) Four-sided prisms belonging 
to the right prismatic system. Faces wu, w’, a, a’, ti andz;u:w= 
83° 44’: a: a’ = 114° 18; @ : a = 184° 18’. Ratio of the axes = 
1: 1:9244 : 03697. (Schabus.) Sp. gr. 1318. (Schabus, Wien. Akad. 
1850, 2,214.) Gives off 11:97 p.c. (8 At.) water at 100°. 


At 100°. Schwarz. 
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CH8Ca0!+3Aq.... 225 .... 100°00 


Hippurate of Magnesia. — Obtained by dissolving carbonate of 
magnesia in the aqueous acid. Crystallises from a tolerably concentrated 
solution in crystalline nodules, which must be washed with the smallest 
possible quantity of water. After drying over oil of vitriol, it gives off 
15°35 p.c. (4 At.) water at 100°. 


At 100°. Schwarz. 
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C8NH8MgO® + Aq 199 .... 100-00 


The salt dissolves in 18 pts. of cold and 6 pts. of boiling water. 
(Liebig.) 


Hippurate of Zinc. — Zine dissolves with evolution of hydrogen in 
aqueous hippuric acid at the boiling heat, and the liquid after boiling for 
some time, solidifies on cooling into a white crystalline magma. — The 
same salt separates in the crystalline form on mixing concentrated solu- 
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tions of a salt of hippuric acid, and sulphate or chloride of zinc. — 
Crystallises from the aqueous solution on cooling, in lamin united in 
stellate groups. The crystals give off (5 At.) water at 100°; 1 pt. 
_ of the anhydrous salt dissolves in 53:2 pts. of water at 17°5°; in about 
4 pts. at 100°; in 60°5 pts. of alcohol (sp. gr. 0°82), at 17°5°; in ether 
it is nearly insoluble. (J. Léwe, J. pr. Chem. 65, 369.) 


Hippurate of Lead. —a. Basic, — When oxide of lead is boiled with 
hippuric acid and water, a portion dissolves, while the rest forms a viscid 
mass which soon turns black even under water. When the solution is 
evaporated, a crystalline film forms on the surface, and at a greater degree 
of concentration the whole solidifies in a white mass. (Liebig.) 

6. Normal. —The hot solution of a hippurate mixed with neutral 
acetate of lead yields on cooling pearly lamine, which effloresce in hot 
air. (Liebig.) Cold hippurate of potash forms with neutral acetate of 
lead a white curdy precipitate which dissolves sparingly in cold water. 
The solution diluted and filtered at the boiling heat through a hot funnel, 
deposits tufts of delicate silky needles, which often, especially in concen- 
trated solutions, suddenly take up 1 At. water, and change completely 
into broad shining lamine easily recognised as four-sided tables. The 
solution of the salt yields either the needle-shaped or the laminar erystals 
according to its degree of dilution and the time that it is left to stand. 
Both kinds of crystals give off their water of crystallisation at 100°. 
(Schwarz.) 
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CIN HeOo eae. cet THO;0moaw ce DOlie 
Pah 4 WD FRR ID Ome tet ok tu AE apa 1320 oe age -00) 


CBNHSPbOS + 2Aq.... 299°8 ..., 160-00 


Lamine. Liebig. Schwarz. 

PDO? 8.70738 Boa TUS ©. 86°208-..., © SEOS Fi SES 
GEN BRO ® ein cite 170° Oise 6.000} 5205 
elt ebe fsck... Peas, eee 2 Versa BIZS 
CISNH8PbOS + 3Aq.... 308°8 .... 100°00 


Ferric Hippurate. — Soluble hippurates form a rust-brown precipitate 
with ferric salts. (Liebig.) — Neutral sesquichloride of iron forms with 
cold hippurate of potash, a light cream-coloured bulky precipitate, which, 
when immersed in hot water or dried at 30°, gives up water, and deli- 
quesces to a brown mass having the consistence of temperature. — The 
salt is insoluble in water, dissolves readily in alcohol especially when 
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hot, and separates as the solution cools, partly in the amorphous state, 
partly in tufts of red oblique rhombic prisms. 


Hippurate of Cobalt. — Carbonate of cobalt forms with aqueous 
hippuric acid a red solution, from which the hippurate of cobalt is 
precipitated by alcohol; it may then be washed with alcohol and recrys- 
tallised from water. Rose-coloured nodules consisting of concentrically 
grouped microscopic four-sided prisms which, after drying over oil of 
vitriol give off 17°53 per cent. (5 At.) water at 100°, and assume a 
violet colour. (Schwarz.) 


Aft 100°. Schwarz. 
CoO S53 ov Oa s 18:48 cases 17°90 
8 Ms Pe coolants: 108°0 BOO? ids 51:97 
it Ege 2 ee Chen SS 14:0 6°74 
SAE te, one 8°0 pe Lee pe 4°06 
DEO sure eth eae 40°0 19°28 
C18N H8CoOE ........ 207°6 .... 106°00 


Hippurate of Nickel. — Obtained by treating carbonate of nickel in 
excess with aqueous hippuric acid. The solution, after evaporation over 
oil of vitriol, yields indistinct crystalline crusts of an apple-green colour. 
The salt dissolves very sparingly in cold water, better in hot water or 
alcohol, but is insoluble in ether. (Schwarz.) 


At 100°. Schwarz. 
ING) Secccapeatenaeaes AV Ed (oR tie Hf Ree meee 18°02 
So pA Eteach Gah oy Ap 108°0 B2O2 crestor 51°62 
Mis reresecrurn op ron al 14:0 6°74 
SSE Pe casei 8:0 i to pees 4:13 
FO ens eetecpee 40:0 19°28 
CaNTENG = 207°6 100°00 
Crystallised. Schwarz. 
INLD BES, Een hse 37°6 14°86 
DS Gs sce din eeacaministe ta 108°0 AD TG jmbtvons 42°75 
IN cgi eee cen chaamiiar ed 140 5°55 
FS Bs Ree ane aeed  AePNRR 5 13:0 5°15 5°85 
rf BEI G PN ee Rahs ha ecobaaat 80:0 31°68 


C'SNHSNiO® + 5Aq.... 252°6 .... 100°00 


Hippurate of Copper. — Separates, on evaporating a solution of 
sulphate of copper mixed with a soluble hippurate, in green crystals which 
may be recrystallised from hot alcohol. Microscopie oblique rhombic 
prisms sparingly soluble in cold water, readily in hot alcohol. After 
being dried over oil of vitriol, the salt gives off 13°33 per cent. (3 At.) 
of water at 100°. 


4 &100°. Schwarz. 
Gadshiveditacs 39°8 18:972 ead 18°77 
1 OR ey TR ES 108°0 bis4agr ca 51°39 
Nee RG eee 14°0 6°68 
HS idee euekes 8-0 ool Tonae 4°04 
FAO“ ,..aeae eee 40°0 19°06 
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Crystallised. Schwarz. 
CO ecru cee 39°38... 16°81 
i AST Oh) RRS Oe NCATE Se Des LOS O Wie. 1eS0°O: Light: 45°52 
NoBtetae kere es 14 Ope ee ao L 
LRGs Oi Oe eae eee Dees UAB cect 4°9] 
Br CEM. hdr ahs tases 64:0 | i 27°03 


CNHSCu0® + 3Aq.... 236°8  .... 100°00 


Mercurous Hippurate.—Soluble hippurates form a white curdy 
precipitate with mercurous nitrate. 


Hippurate of Silver.— Hippurate of potash forms with nitrate of 
silver a white curdy precipitate; and when this precipitate is dissolved 
in boiling water and the solution filtered hot, silky needles separate on 
cooling.— The salt, after drying over oii of vitriol, gives off 3°42 p.c. 
(1 At.) of water at 100°. (Schwarz.) 


At 100°. Dumas & Peligot. Schwarz. 
TBC ee ccc 1L08..... .o776 oi OF 
Eee ee eee ]4) e.g 44°89 
JG ete epee. LOSS. 61 Le artes 5H 5 ey tac wy fal 
0 rit a 2 oe Sane 2°80 2°86 
GOR, 220. maak 48%) 16379 


CENH8Ag0®% ..., 286 .... 100-00 


Crystallised. Liebig. Schwarz. 
tial © sa Ae aloe ir ea het TOS oe oe OO; Ot 36°44 
INU Deeemeten areca torts 1 SES aS 
ABE sal eeaeseanees 108 Bei SG OL. 36°40 22.217. B6:32 
ade Oniir ten ie anererc 9 ety 58505 3°10 
Deh ire. Bec a: «sgatecs outs BG tee 53298 


CSNH8AgO® + Aq.... 295 .... 100-00 


Hippuric acid dissolves readily in alcohol, sparingly in ether. 


Hippurate of Ethyl. 
CANO" CATO CEN EOF, 


STENHOUSE. Ann. Pharm. 31, 148. 
Liesic. Ann. Pharm. 65, 351. 


Formation and Preparation. —1. When an alcoholic solution of 
hippuric acid saturated while hot is left to stand for some months ina 
warm place, hippuric acid separates at first in cauliflower-like masses 
(p. 72), and ultimately, crystals are formed which exhibit the characters 
of hippuric ether. (Liebig.)—2. A solution of hippuric acid in alcohol 
of sp. gr. 0°815 is distilled for several hours, while hydrochloric acid gas 
is continually passed through it, the alcohol which distils over being 
repeatedly poured back. As soon as the liquid has become thick and 

VOL. XI. G 
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oily, the hippuric ether may be precipitated by water, in the form of a 
thick oil, which solidifies in the crystalline form after being freed from 
the alcohol and the acid. (Stenhouse.) 


Properties. Crystallises from a somewhat dilute alcoholic solution in 
white silky needles unctuous to the touch. Inodorous. ‘Tastes like tur- 
pentine. Sp. gr. 1:043. Melts at 44°, and solidifies in the crystalline 
form at 32°. (Stenhouse.) 


Stenhouse. 
DONG cs seesau ite, 132 bee ee OS al is 63°72. om 062°89 
Nie eee bE Na i BT at oS Tr 5°56 
byl eh ete. 1S a i at 6°42 
6 OT... ASere. 93°19 Qs 
C2NH!80S... 207 .... 100°00 100°00 


Decompositions. 1. The ether is partially decomposed by distillation, 
the odour of bitter almonds then becoming perceptible. When heated 
in contact with the air, it gives off benzoic acid and afterwards takes 
fire. — 2. When heated with nitric acid, it gives off nitric oxide gas, and 
yields hippuric acid at a gentle heat, benzoic acid on boiling. — 3. Hydro- 
chloric acid decomposes hippuric ether into hippuric acid and alcohol. — 
4. When the ether is heated with oi of vitriol, it blackens and yields 
benzoic acid.—5. Dry chlorine gas is absorbed by fused hippuric ether, 
_ with evolution of hydrochloric acid. After the excess of chlorine has 
been driven off, a white substance is obtained, which smells like chloride 
of benzoyl, does not yield benzoic acid when treated with water, dissolves 
sparingly in water, readily in alcohol and ether, and separates from the 
solution in tufted crystals, heavier than water and perfectly neutral. 
When heated with potash-ley, they yield chloride of potassium, and the 
liquid when acidulated, deposits crystals which do not resemble either 
hippuric or benzoic acid. — 6. Hippuric ether heated with potash-ley, is 
resolved into alcohol and hippuric acid. Solution of ammonia acts in 
the same manner; dry ammoniacal gas does not act upon hippuric ether. 


(Stenhonse.) 


Appendix to Hippuric Aerd. . 


Hipparaffin. 
CEN HO —-C'Oy Hos HO WGmas 
H. Scuwarz. Ann. Pharm. 75, 201. 
From trzoc, and parum affinis. 
Formation and Preparation. By heating bippuric acid, water, and 
peroxide of lead with a quantity of sulphuric, phosphoric, or nitric acid, 


larger than is required to neutralise the resulting protoxide of lead. — 
Hippuric acid is gently heated with water and a large excess of peroxide 
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of lead and sulphuric acid; the pasty mass thrown upon a filter while 
still hot; and the acid completely washed out with water. — (The liquid 
deposits a small additional quantity of hipparaffin on cooling, and the 
solution filtered therefrom yields a still larger quantity, after being satu- 
rated with ammonia and evaporated; a small quantity of benzamide is 
also formed, and a portion of the hippuric acid remains unaltered, if the 
heating has not been long enough continued.) — The residue on the filter 
is dried, pulverised, boiled with tolerably strong alcohol, filtered hot, and 
the residue washed with boiling alcohol. The alcoholic solution, cooled 
and evaporated, yields needles of hipparaflin down to the last drop. 
These crystals are dried over oil of vitriol—if heated, they might deli- 
quesce in consequence of alcohol adhering to them—then boiled and 
washed with water containing a little ammonia. 


Properties. Crystallises from hot alcohol in extremely fine soft 
needles having a silky lustre and arranged in thickly interlaced bundles. 
Inodorous and tasteless. Melts at 200°, solidifying in the crystalline 
form as it cools; at a stronger heat, part of it distils without alteration, 
the residue turning black. 


Schwarz. 
T6vGh ees! 96 FileG4) Mate 71°44 
INA: TERRE lees 14 LOAS 5 oe ee 10°53 
So Fae cee 8 SP Ep agen ee 6°09 
yO) ee. ee 16 DicS4ae Cee 11°94 
C!§N H80O? ........ F340. 24100500 nate 100°00 


Decompositions. 1. Burns witha bright sooty flame, leaving a small 
quantity of easily combustible charcoal. — 2. In nitric acid, even when 
concentrated, it dissolves without decomposition at ordinary temperatures, 
and is separated again by water without alteration ; the solution, when 
heated, gives off a small quantity of gas, and after a while no longer 
yields hipparaftin on the addition of water. Hipparaffin dissolves in cold 
red fuming nitric acid, and melts into an oil; but if the liquid has not 
been heated to the boiling point, it is separated without alteration on 
mixiug the liquid with water. — 3. Hipparaffin is not decomposed by 
solution of iodine, by chlorate of potash and hydrochloric acid, or by 
aqueous chromic acid. —4. When fused with caustic potash it is but 
partially decomposed, with evolution of ammonia; the undecomposed 
portion separates again on addition of water. —- When hipparaftin is 
ignited with potash lime, benzol is produced, and the whole of the 
nitrogen goes off in the form of ammonia. 

Hipparaffin dissolves sparingly in hot water, but is quite insoluble in 
cold water, which does not even wet it; the solubility is not increased 
by addition of sulphuric acid, hydrochloric acid, ammonia or potash. 
Hipparaffin dissolves readily and without colour in oil of vitriol, and 
is precipitated by water without much alteration. It dissolves readily 
‘in boiling alcohol, and very readily in ether. = 
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§. Benzoate of Allyl. 
C79H?!°O4 — GSH50,CHHEO?. 


Zinin. Petersb. Akad. Bull. 18, 360; J. pr. Chem. 65,269; Ann. Pharm. 
96, 362. 

Canours & Hormann. Phil. Trans. 1857, 11, 9; Ann. Pharm. 102, 297. 

Bertuetot & De Luca. WV. Ann. Chim. Phys. 48, 286. 


Benzoate of Propylenyl, Benzoate of Acryl. 


Formation and Preparation. By the action of iodide of allyl on ben- 
zoate of silver (Zinin, Cahours & Hofmann, Bethelot & De Luca), or of 
chloride of benzoyl on allylic alcohol. (Cahours & Hofmann.) 

C¥4HIO?2 


6R45 
rounso?,cl + CFF} 0? = Coys } 0? + HCI]. 


Zinin rectifies the product obtained by the first method over benzoate of 
silver, washes the distillate with carbonate of soda, dries it over chloride 
of calcium, then rectifies it over oxide of lead, and lastly per se. 


Properties. Yellow, oily, neutral liquid, heavier than water, and 
having an odour like that of benzoate of ethyl. Boils at 242° (Zinin), at 
228° (Cahours & Hofmann), at 230° (Berthelot & De Luca). 


Zinin Cahours 

*  & Hofmann. 
20 GiRi...003 180% hie? SFAOT Pe, a (4:29 © 4 T3210 
10° Hy eek 10: caey BAl? thmak 6:44 «ws. 16°24 
A OS esans Ba hee Oey Gries Sa 19°372)-....) 20°66 
CFO? .... 162 °°... °100°00  «.....2, 100°00__..... 100°00 


By boiling with potash-ley, it is converted into benzoate of potash 
and allylic aleohol. (Cahours & Hofmann; Berthelot & De Luca.) 

It is insoluble in water, but dissolves in wood-spirit, alcohol, and 
ether TI. 


Benzoate of Amyl. 
C*4#H 1604 — Od big OR Bip) EA 


RieckHer. Jahrb. pr. Pharm. 14, 15; abstr. Ann. Pharm. 64, 336; 
N. J. Pharm. 14, 300. — 


Obtained by distilling a mixture of 1 pt. fusel-oil and 2 pts. oil of 
vitriol with excess of an alkaline benzoate (Rieckher) ;— or by saturating 
a solution of benzoic acid in amylic alcohol with hydrochloric acid gas, 
washing the product with aqueous carbonate of soda, then (since it sepa- 


BENZONE. 85 


rates but slowly from water on account of its nearly equal density), with 
solution of chloride of calcium, and rectifying. (H. Kopp, Ann. Pharm. 
94, 311.) 

Liquid having a faint yellowish colour, and a peculiar, not unpleasant 
odour. (Rieckher.) Sp. gr 0:9925 at 144° or 1:0039 at 0°. (Kopp.) 
Boils between 252° and 254° (Rieckher); at 260°7° with the barometer at 
745°6 mm. (Kopp.) 


Rieckher. 
p11 tl Cea EL ROR 144 UN Lk aapiber 3 pee 
Titi ee 16 pa PA | erie ana tae | 

UG ee oe bG259)-.2..8 16°06 
C*#HMO4 ow... 192 LOG: 00g. 100°00 


It is easily decomposed by alcoholic potash. 


Benzone. 
CHC? — CMTE? Cit H4, 


MirscHEeriicn. Pogg. 29, 231. 

Prticor. Ann. Chim. Phys. 56, 59; also Ann. Pharm. 12, 89; Pogg. 
36, 69. 

Lirpiac. Ann. Pharm. 12, 50. 

CuHanceL. Compt. rend. 28, 83; Compt. chim. 1849, 87.— Further, 
Compt. chim. 1851, 85; also J. pr. Chem. 53, 252; abstr. Ann. 
Pharm. 80, 285. 


Carbobenzid, Benzophenone, Oxide d’Esséne. 


Formation and Preparation. 1. Dry benzoate of lime mixed with 
315 of quick lime is distilled from an iron mercury-bottle. When the 
crude distillate is several times redistilled, a large quantity of benzol 
passes over at first, the boiling point then rising rapidly; and above 315° 
or 325°, nearly pure benzone distils over, solidifying into a straw-coloured 
mass; it may be obtained pure by crystallisation from a mixture of ether 
and alcohol. The quantity of benzone obtained is equal to } the weight 
of the lime-salt. (Chancel.) — 2. The crude distillate is dissolved in oil 
of vitriol and after a few days, sufficient water is added to render the 
liquid turbid; there is then formed on the surface a very abundant erys- 
talline layer, which is to be taken off, washed with water, and crystallised 
from a mixture of ether andalcohol. (Chancel.) —3. Strong nitric acid 
acts very violently on the crude distillate; if the action has not been 
carried too far, a brown viscid mass is obtained insoluble in water but 
easily soluble in alcohol and ether. If the solution in ether-alcohol is 
mixed with hydrosulphate of ammonia, the benzone separates in beauti- 
ful yellow crystals. (Chancel,)— Peligot heated crystallised benzoate of lime to 
about 300° and distilled the liquid which passed over with water. A large quantity of 
benzol then passed over and the residue distilled over the open fire, yielded, first water, 
and then an oil which boiled at 250°, from which naphthalin (?) separated at—20°. The 
slightly empyreumatic oil, floating on water and boiling at 250°, which was decanted 
from this substance, contained 87°35 C and 5°65 H, and was called benzone by Peligot ; 
but according to Chancel, it is a mixture of the true benzone (Chancel’s benzophenone) 
with hydrocarbons, bitter almond oil, &c. 
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Properties. Thick, transparent, pale yellow rhombic prisms, of 99°, 
with hexagonal summits. Melts at 46° to a thick oil, which solidifies 
only on agitation. Has a pleasant slightly ethereal odour somewhat 
like that of benzoate of ethyl. Boils at 315°, and volatilises undecom- 
posed. (Chancel.) ) 


Chancel. 
OD Oho wt sc, nea 156 B57 lee. 85°70 
Cis )): 10 Sar Pee AGG A 
22 Wb poctee mamta 16 Beg Weak 8°73 
CFO? ...... L825 0 1008008 re 100°00 


The ketone of the benzylene-series. — According to Mitscherlich, it is benzol 
conjugated with carbonic oxide : .C?*H!0O? = 2(C?H®,CO). 


Decompositions. 1. The vapour is easily set on fire and burns with a 
bright flame. 

2. Benzone boiled with fuming nitric acid forms a thick oil very 
soluble in ether, which retains its fluidity for a long time in the cold, but 
separates almost instantly from its ethereal solution in the form of a pale 
yellowish powder; this oil is binitrobenzone (benzophénone binitré) 


= C*X?H802, 


Binitrobenzone. Chancel. 
C10 GP eee TOE nT, Fa 156 BY Une pgs Ws) 
QeNe = PRES) ee 28 10:60 See 10°55 
ra fin a ee ae EE 8 2944 shoe 3°03 
TPO ee 80 20°41 ee 29°24 
CANO ee cae OTe DUO ame 100°00 


Binitrobenzone treated with bydrosulphate of ammonia yields flavine. 
(Chancel.) 

3. With potash-lime at about 260°, benzone yields benzoic acid and 
pure benzol, without evolution of hydrogen. (Chancel): 


C°H!O?2 + KO,HO = C4H®KO! + CPHS, 


Combinations. Benzone is not soluble in water. It dissolves abun- 
dantly in od of vitriol and in nitric acid, and is separated from the solu- 
tion by water in its original state. It dissolves with tolerable facility in 
alcohol, and very readily in ether. 


Benzoate of Phenyl. 
C**H C4 — C”H5O,C¥H50%, 


Ertiine. (1845.) Ann. Pharm. 58, 87; abstr. J. pr. Chem. 26, 262.— 
Phil. Mag. J. [3] 27, 3. 

StenHoUsE. Ann. Pharm. 538, 91; 55, 10. 

Laurent & Geruarpt. Compt. chim. 1849, 429. Ann. Pharm. 75,75. 

GERHARDT. Ann. Pharm. 87, 161. 

List & Limpricnt. Ann. Pharm. 90, 190. 
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Benzoesaure Carbolsdéiure, Benzoeoxryd, Benzoyloxyd, Phénidin, Benzophidnid, 
Benzoyl, benzoesaures Phenyloxyd.—Ettling and Stenhouse regarded the substance 
formed by the dry distillation of benzoate of copper as an oxide CH°O?, standing 
below benzoic acid ; Gerhardt prepared the same substance from anhydrous benzosali- 
cylic acid, and regarded it as the radical benzoyl] (p. 23); List & Limpricht have shown 
that the substance obtained by either of these processes is identical with Laurent & 
-Gerhardt’s benzophenide. 


Formation. 1. By heating chloride of benzoyl with carbolic acid 
[or by the action of chloride of benzoyl on carbolate of potassium. 
(Williamson, Proc. Roy. Soc. 7, 18.)]— 2. By the dry distillation of 
benzoate of copper.— 3. By heating anhydrous benzo-salicylie acid. 


Preparation. 1. Carbolic acid is heated with chloride of benzoyl, 
the addition of the latter being continued as long as hydrochloric acid 
continues to escape, and the cooled crystalline mass is dissolved in a mix- 
ture of ether and alcohol; on leaving the solution to evaporate, the 
compound crystallises in needles. A small quantity of benzoic ether 
separates at the same time, being formed by the action of the excess of 
chloride of benzo,] on the alcohol. (Laurent & Gerhardt.) —2. Dry 
benzoate of copper is distilled at a temperature not exceeding 220°; the 
sublimate which forms in the neck of the retort, freed from admixed benzoic 
acid by means of dilute potash; and the residue repeatedly crystallised 
from alcohol. (Ettling.) Stenhouse treats the crystalline mass with 
carbonate of soda after pressing it between paper, and crystallises the 
washed residue several times from alcohol or ether. — Dry benzoate of 
copper is distilled over the open fire as long as vapours continue to 
escape; the buttery distillate covered with water, then supersaturated 
with carbonate of soda, and distilled as long as oily drops of benzol con- 
tinue to pass over with the watery vapours. The residue is separated 
from the liquid containing carbonate of soda, washed with water and 
dissolved in hot alcohol. The crystals which separate on cooling, and 
are contaminated with an oily body, are heated with a small quantity of 
alcohol, which chiefly dissolves the oil, and repeatedly crystallised from 
hot alcohol. (List & Limpricht.)— 8. Anhydrous benzo-salicylic acid 
is heated, and the product boiled with potash ley; the oil which floats on 
the liquid solidifies in the crystalline form on cooling, and yields needles 
when crystallised from aleohol. (Gerhardt.) 


Propeities. Colourless, transparent, hard, shining, rhombic prisms 
often half an inch long. Fig. 81; @ 2 w= 100° 48°24"; w 2 2= 81° 227 19”: 
Ratio of the axes = 1 : 1:2089 : 0°J/962. (Dauber.) Has a faint 
agreeable odour of geraniums and lemons, especially when heated. Melts 
at 59° (Kttling); at 70° (Stenhouse); at 66° (Gerhardt; List and Lim- 
pricht). Solidifies at 49° in a radiated crystalline mass. — At a higher 
temperature (above 100°, according to List & Limpricht), it appears to 
volatilise without decomposition. 


; a Laurent & ,.. List & 

Ettling. Will. Stenhouse. Gerhacede! Gerhardt. Tapeh. 
2 Cee SG SEA, ot OCOD ELS TO AP F9IBL eee B°S secon, V0 Du thd Ok 
BU ieee LO OAD ce 00 Meet 0°06... OL sian O° O%,... DOOD ee 0°04 


A OM) occ thOULD cm LGU. Set G18 2..2215°08 4.10 16°OR J Lo:A2 e670 


C*H°O4 198 ....100°00 ....100°00 ....100°00 ....100°00 ....100°0 ... 100°00 ....100-00 | 
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Decompositions. 1. The compound burns in the air with a red, very 
smoky flame. — 2. Exposed to the action of chlorine gas for a day at a 
warm temperature, it is converted into a soft yellow mass consisting of a 
liquid and a solid chlorine-compound. (Stenhouse.)— 3. With liquid 
bromine it gives off hydrobromic acid gas, and is converted into benzoate of 
bromophenyl. (Laurent & Gerhardt, List & Limpricht.)—4. Boiling 
nitric acid converts it into a yellow fused mass, with evolution of brown- 
red vapours (Laurent & Gerhardt); cold nitro-sulphuric acid converts it 
into nitrobenzoate of binitrophenyl. (List & Limpricht.) — 5. Out of 
vitriol dissolves it, with slight evolution of heat; and on adding water to 
the solution, benzoic acid is precipitated and sulphocarbolic acid remains 
in solution. (Laurent & Gerhardt.) —6. It is not altered by penta- 
chloride of phosphorus, (List & Limpricht.) —7. It is not decomposed 
by boiling with aqueous potash, and remains unaltered when heated with 
potash-ley to 120° in a sealed tube; if the heat be kept for some time at 
150°, benzoate and carbonate of potash are produced. (List & Limpricht.) 
— The compound boiled with aqueous potash takes up oxygen and is converted into 
benzoic acid. (Stenhouse.) When fused with caustic potash, it forms car- 
bolate and benzoate of potash (Laurent & Gerhardt, Gerhardt); (and 
gives off hydrogen. Stenhouse. [? L.]). Also when treated with 
alcoholic potash (Stenhouse), even in the cold. (List & Limpricht.) — 
8. Heated in ammoniacal gas or boiled with an ammoniacal solution of 
ammonia, it yields carbolic acid and benzamide. (List & Limpricht.) 

It is insoluble in water, but dissolves with tolerable facility in cold 
alcohol and ether, readily in the same liquids at higher temperatures. 


Benzoate of Bromophenyl. 
C*H°BrO* = C"H‘Br0,0“H°0?; and C*H®Br°O! = C"H°Br°0,0“H*0%, 


List & Limpricut. Ann. Pharm. 90, 196. 
. Benzoesaure Bromcarbolsaure, Benzoesaures Bromphenyloxyd. 


Formation and Preparation. Bromine is poured upon dry benzoate 
of phenyl in a retort, till no more hydrobromic acid gas is evolved, even 
on heating the liquid; the excess of bromine is then distilled off, and the 
mass which solidifies on cooling is washed with water and repeatedly 
crystallised from hot alcohol. 


Properties. Large colourless needles arranged in arborescent groups; 
they melt below 100° and appear to sublime without decomposition. 


Calculation 1. Calculation 2. 
pg. 68 CR Oe LSG PRM. 56°31 2b Gees LGA 43°82 
NS Oe eee 3°25 SH» es ‘of | Saas 2-25 
Be ees... SO**...as 28°88 er Cee 3 BOS canes 44°94 
Ai) «,..Ruseee 32 11°56 oD @ hee ct ee Dee Whe nieuce 8°99 
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Calculation 8. 


DOC Be eccentrics PODS ctr ent 3 35°86 
oat ieee Aer are ite tt ries 161 
Std by kak be ate AD Tl ram. ae BD° 17 
Att eee een as aye 7°36 

C*H7Br?O}............ 4S0auennd eck 100°00 


Analyses by List and Limpricht. 


a. b. c. d. 
ee eee tecewse DOO Ons 54°79 50°11 
3 een ts Se une tse 3°19 2°93 
Brocco APS tok Malet 34°65 
CF ae P38 
100°00 
e ie g. h a 
Cee ore 40°00 ee 43°15 42°74 
TH Sorts cece, 2a 2? 4 Gin itd des 2°59 2°04 
1 TS OR 6. S/O eereem a clon, ... LAo0 42 
Oe ate 9°80 
100°00 


The analyses show that the substance is a mixture of two, or probably, as indicated 
by analysis 7, of three substitution-products, which cannot be separated from one 
another by crystallisation. No unaltered benzoate of phenyl could be present, because 
an excess of bromine was used in the preparation, and benzoate of phenyl dissolves 
pretty easily in cold alcohol. 

The mother-liquor which remains after the first recrystallisation retains in solution 
an oily substance which separates when the liquid is very much concentrated ; its solu- 
tion in ether yields by evaporation small colourless crystals, perhaps consisting of the 
compound C**H’Br04, 


Decompositions. 1. Cold nitrosulphuric acid converts the compound 
into nitrobenzoate of bromophenyl. — 2. It dissolves in oil of vitriol, 
forming a greenish solution from which water throws down benzoic acid; 
and the aqueous solution saturated with carbonate of baryta yields a 
soluble baryta-salt. — 3. Benzoate of bromophenyl] dissolves readily in 
cold alcoholic potash; the solution does not become turbid on addition 
of water, but when treated with sulphuric acid, it deposits benzoic and 
bromocarbolic acids. 

This compound is insoluble in water, very sparingly soluble in cold 
alcohol and ether, but dissolves readily in those liquids at higher tempe- 
ratures. 


Benzoate of Chlorophenyl. 
C#EP CIO! = 'C¥H‘ClO;0" 503. 


STENHOUSE. Ann. Pharm. 58, 95. 
List & LimpricHt. Ann. Pharm. 90,199. 


Benzoesaure Chlorcarbolsdéure, benzoesaures Phenyloxyd. 


When chlorine gas is passed for several days over benzoate of phenyl, 
a dark yellow mixture is produced, consisting of an oily and a solid body, 
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which has a very disagreeable pungent odour, and strongly excites tear* 
This product is pressed between bibulous paper at a gentle heat, and th 
solid residue repeatedly recrystallised from ether. (Stenhouse.) 


Properties. Large flat crystals which melt at 84°, and sublime in 
four-sided prisms at a higher temperature. Has a faint, not unpleasant 
odour, resembling that of sesquichloride of carbon. (Stenhouse.) 


Stenhouse. 
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It is therefore benzoate of chlorophenyl mixed with benzoate of bi- or tri-chloro- 
phenyl. (List & Limpricht.) 

Heated with alcoholic potash, it yields chloride of potassium, benzoate 
of potash, and a small quantity of benzoate of ethyl. Hydrochloric acid 
added in excess to the alkaline liquid, throws down benzoic acid and a 
dark-coloured resinous body, smelling of creosote. (Stenhouse.) 


The liquid chlorine-compound produced by the action of chlorine on 
benzoate of phenyl (vid. sup.) may be dissolved out from the bibulous 
paper by ether, but it is difficult to separate from the solid compound. 


Stenhouse. 
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[It is therefore benzoate of trichlorophenyl mixed with benzoate of chlorophenyl or 
bichlorophenyl. The last in its pure state requires 58°43 p.c. C, 2°09 H, and 
26°52 Cl. L.] 

Treated with alcoholic potash, it yields chloride of potassium, ben- 
zoate of potash, and a quantity of the resinous mass larger than that 
which is yielded by the solid compound. (Stenhouse.) 


Benzoate of Binitrophenyl. 
C**N?2H8O — CYX*HO C“H5O3, 


LavurEnT & GERHARDT. Compt. Chim. 1849, 429; abstr. Ann. Pharm. 
TORTT, 


Benzoesaure Binitrocarbolséure,  benzoesaures Binitrophenyloxyd, Binitro- 
benzophdnid. 


Crystals of binitrocarbolic acid moistened with chloride of benzoyl 
are gently heated, as long as they give off hydrochloric acid (longer heat- 
ing would alter the product); and any binitrocarbolic acid that may have 
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remained unchanged, is dissolved out by dilute ammonia, washed with 
cold alcohol, and crystallised from boiling alcohol. 
Yellow rhombic lamine. 


Laurent & Gerhardt. 
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It dissolves partially in boiling potash, forming a yellow solution. 
It is insoluble in water, and nearly insoluble in boiling alcohol. 
Dissolves rather freely in warm ether. 


Benzoate of Trinitrophenyl. 
C**N2H7016 — Cex re OCHO. 


LavuRENT & GERHARDT. Compt. Chim. 1849, 429; abstr. Ann. Pharm. 
(ae TT. 


Benzoesaure Trinitrocarbolsdéure, benzoesaures Trinitrophenyloxyd, Trinitro- 
benzophdnid. 


Picric acid is treated with chloride of benzoyl, as in the preparation of 
benzoate of binitrophenyl, and the product is washed with cold alcohol till 
that liquid is no longer coloured by it, and crystallised from hot alcohol. 

Golden yellow rhombic lamin, having a strong lustre. Melts when 
heated, and solidifies in the crystalline form on cooling. 


Laurent & Gerhardt. 
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When strongly heated, it assumes a darker colour and explodes. 

It dissolves in boiling potash with deep yellowish red colour and 
separation of crystalline tiakes. — When boiled with ammonia, it remains 
for the most part undissolved. 

It is insoluble in water, and less soluble in cold alcohol than benzoate 


of binitrophenyl. It dissolves sparingly in cold, somewhat more abun- 
dantly in warm ether. 
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Benzolactic Acid. 
C*°H 29936 _ CUAVOUD( GA HFOs). 


Socotorr & StrREcKER. Ann. Pharm. 80, 42. 
SrreckErR. Ann. Pharm. 91, 859. 


Benzomilchsaure, Benzoemilchsdure. 


Formation and Preparation. Benzoic and lactic acids are heated 
together to 180° as long as aqueous vapour continues to escape; the 
solidified resinous mass is dissolved in water containing potash; dilute 
sulphuric acid added to the warm solution till benzoic acid no longer 
separates on cooling, but crystals of another form make their appearance; 
the precipitated benzoic acid then separated by filtration; and the filtrate 
treated with sulphuric acid. A copious precipitate is thereby produced, 
which when boiled with water, first melts and then dissolves in a larger 
quantity of water. As the liquid cools, the benzolactic acid is deposited 
either in drops or in crystals, and may be obtained in the crystalline state 
by solution in ether. (Socoloff & Strecker.) —J Or better: 10 pts. of 
syrupy lactic acid are heated with 14 pts. of benzoic acid in a retort to 
150°; water then passes over, a smail quantity of benzoic acid sublimes, 
and, after the mixture has been heated for several hours to 200°, there 
remains a fused brownish mass, which on cooling gradually solidifies in a 
network of crystals consisting of benzoic und benzolactic acids. On 
boiling this residue with a quantity of aqueous carbonate of soda not 
sufficient to dissolve the whole, the benzolactic acid is dissolved in greater 
proportion than the benzoic acid; and the resulting solution, from which 
the small quantity of benzoic acid may easily be removed by agitation 
with ether, yields, on addition of hydrochloric acid, colourless crystals of 
benzolactic acid, which may be purified, by recrystallization from water, 
or from a mixture of ether and alcohol. 


Properties. Colourless tabular of spear-shaped crystals, unctuous to 
the touch: In the dry state they melt at 112°; the fused acid remains 
liquid for a long time after cooling, and then solidifies in a crystalline 
mass. The acid does not sublime between 10€0° and 120°, but when 
strongly heated, it boils and appears to sublime unaltered. After drying 
in the air, it does not give off any water when heated to its melting point. 


(Strecker.) 


Air-dried. Strecker. 
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’ : 14474(C6F504)02 
The acid may be regarded as C4H*(C°H5O es OF tint Sa tostays ea bende wee 


in which 1 At. H within the radical (benzoyl) is replaced by lactyl C5H5O*. Its 
formation is represented by the equation : 


CYHYOY + 2C4H°O* = 2C%H0§ + 4HO. 
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This mode of formation might lead to the conclusion that the acid is bibasic and should 
be represented by the formula C*7H7°O"6 ; but as the homologous compound benzogly- 
colic acid (p. 66) is monobasic, and its formula coutd not be doubled without doubling 
also the formula of hippuric acid, and therefore also that of glycocol, it is best on the 
whole to regard benzolactic acid as monobasic. (Strecker.) 


Decomposition. The acid boiled with water, is very slowly resolved 
into benzoic and lactic acids; the decomposition is somewhat accelerated 
by addition of dilute sulphuric acid. 


Combinations. The acid dissolves in 400 pts. of cold water, and in a 
smaller quantity at the boiling heat. 

The Benzolactates, C°H®MO§%, are for the most part soluble in water. 
Their neutral solutions are not precipitated by neutral acetate of lead, 
a character which distinguishes benzolactic from benzoic acid. 

Benzolactate of Soda crystallises in colourless needles. 


Benzolactate of Baryta, — Crystallises from its aqueous solution in 
shining, thin six-sided laminew. The air-dried salt gives off 17°6 p.c. 
(6 At.) water at 100°. 


PAL eLOOs: Strecker. 
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Benzolactate of Silver.— An ammoniacal solution of benzolactic acid 
mixed with nitrate of silver forms a flocculent precipitate, which dissolves 
in boiling water and crystallises in slender colourless needles on cooling. 


Strecker. 
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Socoloff & Strecker found 37 per cent. of silver in the salt, the excess arising 
probably from admixture of benzoic acid with the benzolactic. 


The acid dissolves readily in alcohol and ether, (Strecker.) 4. 


Secondary Nucler of Benzylene. 
Oxygen-nucleus C4H*®O, 


Anhydrous Benzoic Acid. 
C¥THhO?) — .G4HFO 0% 
Geruarpt. NV. Ann. Chim. Phys. 87, 299; Ann. Pharm. 82, 127; 


87, 163; J. pr. Chem. 61, 280. 
Wonper. J. pr. Chem. 61, 498. 


Benzoic Anhydride, Benzoate of Benzoyl, Benzoic Benzoate, Benzoesdure-Anhy- 
drid, wasserfreie Benzoesture, benzoesaure Benzoesiure, Benzoate benzoique. 


Formation. 1. By the action of chloride of benzoyl: (a) on oxalic 
acid, or (6), on alkaline benzoates (Gerhardt), and therefore also (c), by 
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the action of pentachloride of phosphorus on alkaline benzoates, the first 
stage of this action being the formation of chloride of benzoyl (Wunder) ; 
in like manner (d), by the action of protochloride of sulphur on alkaline 
benzoates (Heintz): 


a 


. C!K208 + 2C'4H®C1O? = 2KCl + 2C4H503 + 2CO + 2C0?; 
» CHHENaOt “+ C#H5C1IO? = NaCl + 2C“HF08, 

6CHH5NaO! + PC = 3C4H>NaOt + 3C4H5CIO2 + NaO,PO® + 2NaCl. 
. 2C4H5NaO! + 3CIS = 2C4HACIO? + NaCl + NaO,SO# + 28. 


US 


2. By distillation of acetic benzoate or cuminic benzoate. (Gerhardt.) 


Preparation. —1. Perfectly dry oxalate of potash is heated with an 
equal weight of chloride of benzoyl, keeping the vessel in continual 
movement, till the odour of chloride of benzoyl is no longer perceptible. 
The cooled mass is suspended in cold water; the resulting chloride of 
potassium washed with cold water, to which a little ammonia is added 
for the purpose of removing any benzoic acid that may have been con- 
tained in the chloride of benzoyl; and the residue is crystallised from 
alcohol. (Gerhardt.)— 2. When equal parts of dry benzoate of soda 
and chloride of benzoyl are heated in a sandbath to 130°, a clear liquid is 
produced, and at a temperature somewhat above 130°, chloride of potas- 
sium separates out; the cooled mass washed with cold water and solution 
of carbonate of soda, leaves anhydrous benzoic acid in the form of a white 
mass. (Gerhardt.) — 3. Oxychloride of phosphorus* is gradually added 
to an excess of finely pounded benzoate of soda (about five times the 
weight of the oxychloride), best in a flask, which is kept in constant 
motion, so that the reaction which takes place as soon as the substances 
come in contact, may extend itself throughout the whole mass; the 
mixture is heated to 150° in an oil-bath or air-bath till it no longer smells 
of chloride of benzoyl; and the cooled mass is suspended in cold water, 
to which a small quantity of ammonia or carbonate of soda is added, to 
remove any chloride of benzoyl that may remain, and then washed with 
water. In this reaction, chloride of benzoyl is first formed and afterwards 
acts upon the benzoate of soda. (Gerhardt.) — 4. When pentachloride 
of phosphorus is mixed with dry benzoate of soda, a strong evolution of 
heat tukes place, and the mass 1s converted into a syrupy liquid This 
is heated for some time to 130°, the mass which solidifies on cooling 
treated with cold water, and the residue crystallised from boiling alcohol. 
(Wunder.) In preparing considerable quantities of anhydrous benzoic 
acid, the purification is best effected by distillation. Well developed 
crystals are obtained by leaving the fused substance to cool slowly, and 
decanting the still liquid portion from the solid matter. (Gerhardt. )— 
“1. 5. Thirty-seven grammes or rather more of perfectly dry and finely 
pounded benzoate of soda, are intimately mixed in a flask with 10 
grammes of protochloride of sulphur; the flask well closed and left at 
rest for 24 hours; and the contents, which then smell of chloride of ben- 
‘zoyl, are heated above 130°, whereupon the mass liquefies and the odour 
of chloride of benzoyl disappears. The contents of the flask, when cold, 
are thrown into cold water, triturated therein with addition of a little 


* According to Gerhardt, oxychloride of phosphorus is most advantageously 
prepared by distilling pentachloride of phosphorus with perfectly dry oxalic acid; the 
liquid distillate thus obtained consists wholly of the oxychloride : 


PCP + C*H?08 = PO?Ci? + 2HCl + CO + CO 
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carbonate of soda and afterwards washed with water; the residue pressed 
and melted in the water-bath; the fused mass treated with alcohol of 
about 50° till it is completely dissolved, with the exception of sulphur; 
and the filtrate left in a cool place till the anhydrous benzoic acid 
erystallises out. If the liquid separated from these crystals be mixed 
with hot water till the turbidity thereby produced no longer disappears, 
and again left to cool, it will yield an additional quantity of anhydrous 
benzoic acid in perfectly pure crystals. The crystals which first separate 
from the alcoholic solution still contain a little sulphur; but by melting 
them in the water-bath, decanting from the sulphur, dissolving the 
decanted portion in the exact quantity required of alcohol of 50°, de- 
colorising the solution with recently ignited and washed bone-charcoal, 
and gradually cooling the hot-filtered solution, anhydrous benzoic acid 
is obtained in pure colourless crystals. (Heintz, Pogg, 98, 458.) ¥. 


Properties. Acute rhombs or oblique rhombic prisms, having some- 
times a slight odour of bitter almond oi]. Melts at 42°, and remains 
fluid for a long time under water, even when agitated. Distils without 
decomposition at about 310°. Its fresh solution in alcohol or ether has 
no effect on litmus. (Gerhardt.) 


Gerhardt. Wunder. 
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Decompositions. 1. When boiled with water, it communicates an acid 
reaction to the liquid, and by continued boiling it is converted into benzoic 
acid. — 2. Potash-ley converts it into benzoic acid. When heated witha 
smal] quantity of solid caustic potash, it yields benzoate of potash and 
benzoic acid. (Chiozza.) 


2CHH503 + KO,HO = C4H®KO! + CHHS504, 


— 3. Ammonia appears not to act upon it in the cold, but on the appli- 
cation of heat, the anhydrous acid dissolves quickly, and the concentrated 
solution deposits benzamide; nevertheless, a large quantity of benzoate 
of ammonia remains in solution. Aniline does not act upon the anhy- 
drous acid in the cold: but on applying a gentle heat, solution takes 
place, water separates, and the mass, as it cools, solidifies into a gronp of 
needles of benzamide. (Gerhardt.) 

Anhydrous benzoic acid is insoluble in cold water, but dissolves readily 
in alcohol and ether. 


Anhydrous Benzo-acetic Acid. 
C#BHIOF = C4H?02 + C4H503, 


Geruarpt. :V. Ann. Chim. Phys. 87, 808; Ann. Pharm. 87, 81; 
J. pr. Chem. 61, 288. 


Benzo-acetic Anhydride, Benzoic Acetate or Acetic Benzoate. 


Formation and Preparation. When chloride of acetyl is brought 
in contact with benzoate of soda, a very brisk action takes place, and 
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continues to the end without external heating. The syrupy product: is 
washed with water and aqueous carbonate of soda, the residue shaken up 
with pure ether, and the solution left to evaporate at a gentle heat. 


Properties. Heavy oil, smelling like Spanish wine. Does not change 
the colour of litmus. 


Gerhardt. 
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Decompositions. 1. The compound boils at 120°, and anhydrous 
acetic acid passes over, the thermometer rising rapidly, and the residue 
acquiring a slight brown colour. Jf the distillation is interrupted at 
180°, the residue contains pure anhydrous benzoic acid. —2. When boiled 
with water, it is slowly converted into acetic and benzoic acids. — Caustic 
alkalis and alkaline carbonates quickly convert it into a benzoate and an 
acetate of the alkali. 


Anhydrous Benzo-valeric Acid. 
CHS — CHAO? C4 Os: 


Curozza. Ann. Pharm. 84, 106; J. pr. Chem. 61, 298. 


Benzo-valeric Anhydride, Valeric Benzoate, or Benzoic Valerate. 


Obtained by the action of chloride of benzoyl on dry valerate of 
potash. 

Heavy oil having nearly the same odour as anhydrous valerianic acid. 
Does not change the colour of litmus. Emits pungent vapours which 
excite tears. It is resolved by distillation into anhydrous benzoic and 
valerianic acids, but not so readily as anhydrous benzo-acetic acid. With 
alkalis it forms a benzoate and a valerate. 


Appendix to Anhydrous Benzoic Acid. 


Oreoselone. C*H50', 


ScHNEDERMANN & WINCKLER. Ann. Pharm. 51, 320. 


Preparation.. A rapid stream of dry hydrochloric acid is passed over 
finely pulverised athamantin, the powder being continually stirred, so 
that every part of it may be exposed to the action of the acid (p. 103). 
When the whole is liquefied and begins to solidify again, the heat is raised 
to 100°; hydrochloric and valerianic acids then pass over, and oreoselone 
(mixed with unaltered athamantin) remains as an amorphous porous 
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mass. This product is recrystallised from boiling alcohol; and the 
solution, when cooled or evaporated, deposits oreoselone in yellowish 
nodules, which, by washing with cold alcohol, are rendered whiter, and 
are freed from adhering athamantiu.—Sulphurous acid may also be used 
in the preparation instead of hydrochloric acid. 


Properties. Loosely coherent, cauliflower-like mass, which, when 
examined with a magnifying glass, appears to be composed of slender 
flexible needles arranged in spherical groups. It has a faint yellowish 
colour (which however arises merely from impurity, inasmuch as oreose- 
lone undergoes alteration when its solution is evaporated). Tasteless and 
inodorous. Melts at about 190° into a clear yellow liquid. 


Schnedermann & Winckler. 
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Decompositions. Fused oreoselone solidifies on cooling, into an amber- 
coloured mass, which again separates in the amorphous state from its 
solutions; when melted, it emits a slight empyreumatic odour, without 
however diminishing in weight. When heated above its melting pvint, 
it becomes charred. — 2. Oreoselone dissolves readily in ott of vitriol, 
and the solution, on being mixed with water, yields a copious yellowish 
white precipitate, which, after washing and drying, forms a yellowish 
powder, soluble with yellow colour in potash and in alcohol; it does not 
however crystallise from its alcoholic solution, and it contains less carbon 
and more hydrogen than oreoselone. — 3. Oreoselone turns yellow when 
treated with dilute potash cr ammonia, and dissolves to a small amount, 
forming a solution of a bright yellow colour; strong potash-ley with the 
aid of heat, dissolves it abundantly. The red-brown solution yields with 
acids a yellowish white precipitate, which, after washing and drying, 
forms a yellowish earthy mass, becoming brownish and glutinous when 
‘dry (especially if it has been prepared from athamantin not quite 
pure); it dissolves with some difficulty in water, and (if prepared from 
oreoselone) remains in the form of a crystalline mass when the alcoholic 
solution is evaporated. By repeated solution and evaporation, it becomes 
darker in colour and more readily soluble im alcohol. It contains 72°21 
p. c. carbon and 4°72 hydrogen, and is therefore a hydrate of oreoselone 
containing however less than 1 At. water. [The amount of hydrogen and 


oxygen, is however greater as compared with oreoselone, not in the ratio of 1 : 8, but of 
1 : 11; the substance is therefore nothing but oreoselone somewhat decomposed. L.] 


Combinations. The precipitate recently thrown down by aeids from 
the solution of oreoselone in potash dissolves readily in ammonia, 
forming an alkaline liquid, from which neutral acetate of lead throws 
down yellow flakes. ‘This precipitate, even when every precaution is 
adopted in its preparation, to avoid any admixture of carbonate or basic 
acetate of lead, exhibits a composition varying in different preparations, 
but nevertheless approaching to the formula C“H°O*,2PbO. 

VOL, XII. H 
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Schnedermann & Winckler. 
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Oreoselone dissolves but sparingly in alcohol, even when warm, 
forming a yellow solution, and to about the same extent in ether. 


Body obtained from Hydrochlorate of Athamantin. CH*°O*. 


The crystallised compound of athamantin and hydrochloric acid 
melts, when boiled with water, into oily drops which dissolve after 
boiling for some time. The liquid on cooling deposits slender needles, 
forming, when dried, a dazzling white silky mass, which dissolves spar- 
ingly in cold, pretty readily in boiling water, easily in alcohol or ether, 
and separates in small scaly crystals from the alcoholic solution, in 
slender needles from the ethereal solution. The same body is sometimes 
also produced on boiling the crude mass of athamantin which has been 
treated with hydrochloric acid; sometimes however nothing separates 
under these circumstances, but oreoselone and a few amorphous flakes 
which pass over in distillation together with the liquid. The compound 
dissolves with yellow colour in ammonia and more readily in dilute 
potash-ley, and is precipitated by acid from the dilute solution in slender 
colourless crystals. The solution in ammonia, forms a beautiful yellow 
precipitate with acetate of lead. 


Schnedermann & Winckler. 
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The compound melts when heated in a glass tube; at a stronger heat 
the liquid creeps up the sides of the tube, and forms a brownish oil, which 
does not solidify till after some days. At the same time, a slight empy- 
reumatic odour is emitted and a small quantity of charcoal separates. 


Peucedanin. 
O*+H #208 — C¥#H50%,C°H'0%, 


WackENRoDER. Br. Arch. 87, 341. 
ScHuaTrerR. Ann. Pharm. 5, 201. 
ERDMANN. J. pr. Chem. 16, 42. 

Borne. J. pr. Chem. 46, 871; 50, 381. 

R. Waaner. J. pr. Chem. 61, 508; 62, 275. 


Angelate of Oreoselone, Imperatorin. 


Sources. In the root of Peucedanum officinale (sulphur weed) and 
Imperatoria, Astruthium (masterwort). R. Wagner has shown that 
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Wackenroder’s imperatorin is identical with the peucedanin discovered by 
Schlatter. 


Preparation. 1. When the root of Peucedanum officinale is exhausted 
by digestion with alcohol of 80 per cent. and the alcohol afterwards distilled 
off, peucedanin separates from the fatty residue in crystals which may be 
washed with cold, and recrystallised from hot alcohol. (Schlatter.) Her- 
berger and Erdmann recrystallise the product from ether. Bothe leaves 
the comminuted root in contact with alcohol for some hours and then 
heats the liquid to the boiling point; the filtered liquid, when slightly 
evaporated, yields crystals of peucedanin, which may be freed from a brown 
resin by treating them with cold and very dilute alcohol. The crystal- 
lisations from subsequent extracts contain much larger quantities of resin 
than that obtained from the first; from the last quantities of resin, the 
peucedanin may be obtained by diluting the hot alcoholic solution with 
water, till the turbidity thereby produced begins to be permanent; the 
erystals which separate after long standing are recrystallised from cold 
ether. (Bothe.) 

2. The coarsely pounded root of masterwort is exhausted in a press 
with 2 or 3 pts. of ether, 4 of the liquid distilled off, and the residue 
exposed to the air, whereupon it deposits crystals, which must be sepa- 
rated from a green oil and recrystallised from ether. To free them com- 
pletely from adhering oil, they are washed with cold alcohol of 80 per 
cent. and recrystallised from hot alcohol, or melted at a gentle heat and 
recrystallised, or left for some hours in contact with cold dilute potash, 
then washed first with water, afterwards with cold alcohol, and recrystal- 
lised from hot alcohol. (Osann, Wackenroder.) — Wagner exhausts old 
roots of masterwort (the fresh roots do not appear to yield any peuce- 
danin) with aleohol of 75 per cent. at ordinary temperatures; concen- 
trates the extract at about 60°, till it separates on being left at rest into 
two layers, the lower of which is light brown and watery, the upper 
brown and resinous; spreads the latter upon a porcelain dish and leaves 
it to itself for some days; presses the resulting granular crystalline mass 
between bibulous paper (to remove a fixed oil resembling linseed oil); 
boils it with milk of lime; decomposes the resulting lime-compound with 
acetic acid (whereby the product is freed from a substance which gives it 
a burning taste); and recrystallises the peucedanin thus separated from 
cold alcohol. 


Properties. Colourless, shining rhombic tables destitute of taste and 
smell (Schlatter, Bothe), with angles of about 60° and 120°; thick, 
oblique rhombic prisms with terminal faces resting obliquely on the 
obtuse lateral edges (Wackenroder); the alcoholic solution has a burning, 
aromatic taste, and produces a persistent sensation of scratching in the 
throat. Melts at 60° (Schlatter), at 75° (Bothe, Wackenroder), and when 
left at rest for some time, solidifies in a radiated crystalline mass, 


Erdmann. Bothe. Wagner. 
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Decompositions. 1. Peucedanin heated above its melting point, gives 
off vapours having a rancid aromatic odour and producing a scratching 
sensation in the throat; they condense into an unctuous mass which 
solidifies as it cools. It burns with a bright sooty flame and leaves a 
light charcoal difficult to: burn.—2. Heated to 60° with nitric acid of 
sp. gr. 1°21, it dissolves slowly but completely, forming a yellow liquid, 
- which on cooling solidifies into a laminar crystalline mass of nitropeuce- 
danin. This compound is easily purified by recrystallisation from alcohol, 
and forms colourless flexible crystalline laminz, which are nearly insolu- 
ble in water, dissolve with tolerable facility in alcohol and ether, melt and 
decompose when heated above 100°, and burn with a bright flame, giving 
off nitrous vapours. (Bothe.) 


Nitropeucedanin. Bothe. 
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Nitropeucedanin exposed to the action of ammoniacal gas or heated 
with ammonia and alcohol, is converted into nitropeucedamide, which 
dissolves readily in boiling alcohol, and crystallises on cooling in rhombic 
prisms haying almost the lustre of the diamond, 


Nitropeucedamide. Bothe, 
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Nitropeucedamide boiled with potash gradually gives off ammonia ; 
heated with a dilute acid, it yields nitropeucedanin and the ammonia- 
salt of the acid employed. 

Nitropeucedamide is nearly insoluble in water, but dissolves readily 
in alcohol and ether. When the alcoholic solution is mixed with water, 
the precipitated nitropeucedamide exhibits a remarkable dichroism, the 
liquid being yellow by transmitted light, but of a fine azure-blue by 
reflected light, even when very much diluted. (Bothe.) 


When peucedanin is boiled with strong nitric acid, nitrous acid is 
evolved and a yellow solution formed which is not precipitated by water. 
(Schlatter, Weckenroder.) 

3. Peucedanin forms a dark viscid mass with todine. (Schlatter, 
Wackenroder.) — 4. It dissolves in oz of vitriol and is precipitated in its 
original state by water, but is slightly altered by fuming sulphuric acid. 
(Wackenroder.) Sulphuric, hydrochloric and acetic acid have no 
action on peucedanin. (Schlatter.)— 5. It is decomposed by alcoholic 
potash into angelic acid and oreoselone. (R. Wagner.) 

Peucedanin is insoluble in water and very sparingly soluble in cold 
alcohol, but dissolves readily in hot alcohol, in ether, and in otls both fixed 
and volatile. 
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When peucedanin is dissolved in cold ether, orypeucedanin remains 
in the form of a granular residue, which may be freed from adhering 
peucedanin by repeated crystallisation and treatment with ether. 


{Erdmann, Bothe.) 


Oxypeucedanin. Bothe. 
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Athamantin. 


C*#*H1507 _ OPEL ecu) or Oe On Clr Os ? 


Winckier. Repert. 77, 169. 
SCHNEDERMANN & WINCKLER. Ann. Pharm. 51,8153; J. pr. Chem. 
33, 39. 


Preparation. The dried and finely bruised roots and ripe seeds of 
Athamanta oreoselinum are exhausted with three times their weight of 
alcohol of 80 per cent. at 50° or 60°; the solution evaporated to dryness 
over the water-bath; the residue treated with eight times the quantity of 
ether; and the ethereal solution decolorised with animal charcoal, filtered 
and left to evaporate: there then remains a thickish pale yellowish oil 
which gradually solidifies into a crystalline granular mass. This mass is 
dissolved in four times its weight of 80 per cent. alcohol; 60 times the 
weight of water poured into the solution in a thin stream; and the mix- 
ture well shaken and left to stand in a cool place. The milky liquid 
after a few days or perhaps weeks, deposits a curdy crystalline precipi- 
tate; the addition of acetic acid or sulphate of soda accelerates the preci- 
pitation, but retards the subsequent purification. The precipitate is 
dissolved in a quantity of warm alcohol of 60—63 per cent., sufficient 
to keep the liquid nearly clear after cooling, then filtered warm and left 
to stand in a cool place. The athamantin then separates in long needles, 
generally mixed with oily drops of impure athamantin. From a solution 
saturated while warm, athamantin separates on cooling in the form of a 
brown oil. The crystalline mass freed as completely as possible from the 
oil-drops, is pressed between bibulous paper, and recrystallised from 
alcohol till the crystals appear perfectly white and are no longer mixed 
with oil. 

The very loosely coherent, dazzling white, satiny mass consisting of 
interlaced capillary flexible crystals, very like long-fibred asbestos, 
which is thus obtained, is not yet pure athamantin, inasmuch as it melts 
at a lower temperature (between 59° and 60°) and contains more carbon 
and hydrogen (68°8 p. c. C and 7:5 p.c. H). Pure athamantin cannot 
be obtained from it by recrystallisation; it is sometinies accidentally 
obtained in large crystals which separate at the same time as the fine 
needles, or when the oily mass separated from the alcoholic solution is 
left for some time in contact with the supernatant liquid at 20°. 


Properties of pure Athamantin. —Colourless rectangular prisms, 
sometimes an inch long, with truncated summits, two of the truncation- 
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faces lying opposite to each other being much larger than the other two; 
sometimes octohedrons having four of their summits in the same plane 
truncated. Has a peculiar rancid soapy odour, especially when heated, 
and a rancid, somewhat bitter taste, leaving a slight scratching sensation 
in the throat. Melts at about 79°, and forms on cooling a white mass of 
the consistence of turpentine, which after a while solidifies in radiated 
masses resembling wavellite. Cannot be distilled without decomposition. 


Schnedermann & Winckler. 
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If we suppose, with Schnedermann & Winckler, that athamantin contains 
anhydrous valerianic acid associated with the body C4H®°O4, this body must be regarded 
as derived from the nucleus C!4H*O? (Oreoselone ?), and athamantin as analogous to 
the compound ethers: C4H°O!,HO + C!H°O%; on this supposition athamantin 
treated with hydrochloric acid, should yield a compound of C4H®O#, HCl with C!HO4, 
which when heated, would resolve itself into oreoselone, hydrochloric acid and valerianic 
acid. But in that case, athamantin, when treated with potash, should yieid a body 
analogous to alcohol, viz., C!4H°O?,2HO, whereas the product of this reaction is merely 
C“H°O!,—If athamantin be regarded as a conjugated compound of oreoselone and 
valerianic acid = C!4H°O3,C!’H"O4, the decomposition by potash is at once explained, 
since the body C'#H®O# may be regarded as the hydrate of oreoselone ; against this view 
however, it must be alleged that the formation of this compound is not attended, as it 
should be (p. 221), with formation of water. 


Decompositions. 1. Athamantin subjected to dry distillation, yields 
a large quantity of valerianie acid together with other products. — 
2. With nitric acid of 1:25 in the cold, it yields a colourless oil which 
floats on the surface of the liquid, and after a while becomes turbid and 
smells of valerianic acid. On heating the liquid, nitrous fumes are 
evolved, and the odour of valerianic acid becomes stronger, and at the 
time an insoluble substance separates, having the odour of fat decom- 
posed by nitric acid. — 8. With dodine, athamantin assumes a yellowish 
brown colour and yields a dark brown gummy mass smelling of valerianic 
acid. — 4. It dissolves in oid of vitriol, with rise of temperature, forming 
a clear brownish liquid, while a powerful odour of valerian is emitted ; 
if the heat be kept down by external cooling, the solution acquires but 
little colour. On mixing the solution with water, a precipitate is formed 
consisting of oreoselone more or less altered by oil of vitriol. On distill- 
ing the liquid, aqueous valerianic acid passes over, rendered turbid by a 
flocculent substance which floats in it, and appears to be identical with the 
body C™H‘'O*, — 5. Heated in sulphurous or hudrochloric acid gas, or 
boiled with aqueons hydrochloric acid, it is resolved into oreoselone and 
valerianic acid. — When hydrochloric acid gas is passed into the alcoholic 
solution, valerianic ether and oreoselone are produced. — 6. Potash decom- 
poses it into valerianic acid and oreoselone, which, by the further action 
of potash, is converted into the body C*H*O*. A similar decomposition 
is produced, though much less quickly, by baryta-water and milk of lime. 


Combinations. 1. Inacurrent of dry sulphurous acid gas, athamantin 
melts at ordinary temperatures, slowly but completely, into a élear 
yellow-brownish oil, which generally decomposes after a few hours, 
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oreoselone being separated in small crystals, and a strong odour of sulphur- 
ous and valerianic acids being given off. The oil often remains apparently 
unaltered for several days, and then solidifies into a crystalline mass 
which melts when heated; but if the body be cooled with ice during the 
action of the sulphurous acid, and the fluid mass afterwards kept cool 
with ice, small crystalline stars separate, after a while, and ultimately 
cover the entire mass with a solid crust, while a portion remains fluid for 
some time longer. The crystallised mass is waxy and dry, diminishes 
gradually in weight in consequence of the escape of sulphurous and 
valerianic acids, and melts below 100°, but is decomposed by heat, oreose- 
lone separating out, while sulphurous and valerianic acids are given off. 
It dissolves readily in alcohol, and appears to remain unaltered when the 
alcohol is left to evaporate spontaneously; but if the evaporation be 
assisted by heat, valerate of ethyl is produced and oreoselone remains 
behind. — Athamantin over which sulphurous acid gas is passed, takes 
up 14:63 SO? (1 At.).—2. Hydrochloric acid gas is absorbed by atha- 
mantin without perceptible rise of temperature, producing a clear yellow- 
brown oil, which soon begins to solidify, with formation of white needles 
arranged in radiated groups; a portion often solidifies before the lique- 
faction of the whole is complete, and thereby hinders the complete trans- 
formation. The solidified mass consists, partly of needles united in 
stellate groups, and is partly amorphous, grey, moist, and smells 
strongly of valerianic acid; it gives off that acid indeed, even when pre- 
served in close vessels. When shaken up with ether, it left a metallic 
powder, which, after rinsing with a small quantity of ether, was found 
to consist of pearly microscopic plates, easily soluble in alcohol and ether, 
and consisting of a compound of athamantin and hydrochloric acid. 


Schnedermann & Winckler. 
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The compound has but little stability and was only once obtained by 
Schnedermann & Winckler in a satisfactory state of purity. The ethe- 
real solution left on evaporation needle-shaped crystals and a mass 
having the appearance of oreoselone; when the solution was evaporated 
by heat, the residue consisted entirely of oreoselone. It melted below 
100° into a liquid which gave off bubbles of hydrochloric acid and 
gradually changed into oreoselone. When boiled with water, it yielded 
the body C*H°O! (p. 98). 

Athamantin is insoluble in water, but dissolves readily in alcohol 
even dilute, and in ether; abundantly also in ow of turpentine and in 
fixed oils. 
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T. Oxygen-nucleus C4H*O?. 


Conjugated Compounds. 


Monobenzoicin. 
C”H?208 _ C*#H*O* CeH*OF 


BertureLotr. WV. Ann. Chim. Phys. 41, 290. 
Monobenzoate of Glycerin, Monobenzoate of Glycyl. 


Preparation. By heating a mixture of benzoic acid and glycerin in 
a sealed tube for 44 hours, either to between 120° and 150° with the acid 
in excess, or to 200° with the glycerin in excess, — or to 275° for 5 to 
20 hours. — At 100°, only a few drops are obtained after 140 hours. At ordinary 
temperatures, traces are formed in three months. The product is purified by 
washing with carbonate of potash. — The liquid then separates into two layers 
(as in the preparation of acetin, ix, 497), both of which are insoluble in ether. The 
upper layer left to evaporate in vacuo for several days exhibits traces of crystallisation ; 
it forms an emulsion with water, and when heated yields a considerable quantity of 
alkaline ash. These phenomena appear to indicate the existence of a benzoglycerate of 
potash. 


Properties. Colourless, neutral, very viscid oil, having a bitter and 
aromatic taste, and a slight balsamic odour, especially when heated. 
Sp. gr. 1°228 at 16°5°. At — 40°, it forms a transparent, nearly solid, 
resinous mass, capable of being drawn into long threads. Begins to boil 
at 320°, but decomposes at the same time. 
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a, was prepared at 150°, with excess of acid; 4 at 200° with excess of glycerin ; 
e and d, at 275°. 


Decompositions. 1. Monobenzoicin oxidises but very slightly when 
exposed to the air. —2. When boiled, it is decomposed, giving off acro- 
lein, and a considerable quantity of benzoic acid, exhaling at the same 
time an odour similar to that which is evolved in the distillation of castor 
oil. — 3. Heated with caustic potash, it yields benzoate of potash. — 
4. Ammonia converts it into benzamide. — 5. Treated in the cold with 
alcohol and hydrochloric acid it yields glycerin and benzoate of ethyl. 
The same transformation is produced by heating an alcoholic solution of 
monobenzoicin to 100° for 48 hours. The same alcoholic solution acquires 
the odour of benzoic ether when merely exposed to the air; but ina closed 
vessel it remains unaltered. 
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Combinations. Monobenzoicin is insoluble in water, and nearly or 
quite insoluble in bisulphide of carbon, but dissolves with great facility 
in alcohol, ether, and benzol. 


Derivative of Monobenzoicin. 


Benzochlorhydrin. 
CrCl Ot — CSC] GFHfOr 


BertHetoTr. WV. Ann. Chim. Phys. 41, 302. 


Obtained by saturating with hydrochloric acid gas a mixture of 
glycerin and benzoic acid kept for several hours at 100°, and removing 
the excess of acid after some time by means of carbonate of soda. 

C“HSO* + HCl + C&H8O® = C*H'UCIO®S + 4HO. 


Neutral oil, which solidifies at —40°, but resumes the liquid form as 
soon as the temperature rises. 


Berthelot. 
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May be regarded as monobenzoicin in which HO? is replaced by Cl,—or as a 
conjugated compound of the chlorine-nucleus C'H°Cl, derived from the primary 
nucleus C!4H?. 

Benzochlorhydrin treated with potash yields chloride of potassium 
and benzoate of potash.— With hydrochloric acid and alcohol, it forms 
glycerin and benzoate of ethyl. — Heated with oxide of silver to 100°, it does 
not yield any chlorhydrin (ix, 498), even after a considerable time. When it is heated 
with margaric acid to 240° for four hours, the latter appears to enter into the neutral 
compound. 


Tribenzoicin, 
C#H*O}2 — CGH ESO4)2 CSHEOS 


BertHetot. WV, Ann. Chim, Phys. 41, 293. 
Terbenzoate of Glycerin, Terbenzoate of Glycyl. 


Obtained by heating monobenzoicin, for four hours to 250° with 10 
or 15 times its weight of benzoic acid. On removing the excess of acid 
by carbonate of soda, extracting with ether, and evaporating the ether 
over the water-bath, a nearly solid resinous mass is obtained, which when 
redissolved in ether and treated with animal charcoal, yields by evapo- 
ration in vacuo, small crystals grouped in velvety tufts. These crystals 
are pressed and redissolved in ether, and the solution is left to evaporate 
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in a- bottle having its mouth covered with a sheet of paper. The compound 
is thus obtained in large, white, beautiful needles, which are neutral, 
unctuous to the touch, and fuse pretty readily. Treated with hydro- 
chloric acid and alcohol, they yield glycerin and benzoate of ethyl. 


Berthelot. 
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According to the radical theory, glycerin is a triatomic alcohol, formed from three 
HHO? 
molecules of water, H°O® or HHO2, by the substitution of the triatomic radical C°H® for 


HHO? 
H O? 
H3, so that its formula may be written H(C°H®) O07, Each of the three remaining 
H ( 


atoms of hydrogen may be replaced by other radicals positive or negative. Mono- 

benzoicin, is formed by the substitution of the radical benzoyl (C4H°O* = Bz) for 
Bz (5 

1 At. H; it is therefore H(C®H*) O?. The replacement of a second atom of hydrogen 
H 8 5 


Bz O? 
in the same manner would give bibenzoicin Bz (C°H5) O? or C#H6O!, a compound not 
H 5 


yet obtained ; and the similar replacement of the third atom of hydrogen by benzoyl, 

gives tribenzoicin, Bz?(C°H®)O®. Benzochlorhydrin, as already observed (p. 105), may 

be derived from monobenzoicin by the substitution of Cl for HO”, making its formula 

Bz O? 

H(C®H5)O?. Similarly for the acetins, valerins, &c. (ix, 496; x, 92; xii, 75; see 
Cl 


also Wurtz. V. Ann. Chim. Phys. 43, 492). Fl. 


Sulphur-nucleus C4SH®. 


Sulphide of Benzoyl. 
Giger bad 8 pln Oc wh 6 A 


Wouter & Lizpic. (1832.) Ann. Pharm. 3, 267; also Pogg. 26, 342. 
Schwefelbenzoyl, Schwefelbenzaldid, Benzoebiacisulfid, Oxyschwefelbenzoyl. 


When chloride of benzoyl is distilled with finely pulverised sulphide 
of lead, a yellow oil passes over, which solidifies into a soft yellow 
crystalline mass having an unpleasant odour of sulphur. — It burns with 
a bright sooty flame, giving off sulphurous acid. 1t does not appear to 
be decomposed by boiling with water. When boiled with aqueous 
potash, it very slowly yields benzoate of potash and sulphide of potas- 
sium. It does not decompose in contact with alcohol. 
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Lodine-nucleus C4IHS5, 


Todide of Benzoyl. 
CMlH*0? = C¥IH5,02. 
Woater & Liepis. (1882.) Ann. Pharm. 3, 267; also Pogg. 26, 432. 
Todbenzoyl, Lodbenzaldid, Benzoebiactiodid, Oxyiodbenzoyl. 


When chloride of benzoyl] is heated with iodide of potassium, a brown 
liquid passes over, which solidifies into a crystalline mass coloured brown 
by free iodine. — In the pure state it is colourless and lamino-crystalline, 
and fuses readily, but with incipient decomposition, giving off vapours of 
iodine. Inodour and combustibility, and in its reactions with water and 
alcohol, it resembles bromide of benzoyl. 


Bromine-nucleus C“'BrH§, 


Bromide of Benzoyl. 
C¥BrH°O?.= C¥BrH’,0’, 
Wouter & Lissic. Ann. Pharm. 8, 266; also Pogg. 26, 341. 


Brombenzoyl, Brombenzaldid, Benzoebiacibromid, Oxybrombenzoyl. 


Preparation. When pure bitter almond oil is mixed with bromine, 
the mixture becomes heated and gives off hydrobromic acid, which, 
together with the excess of bromine, may be completely removed by 
heating the liquid. 


Properties. Soft, broadly laminar crystalline mass, having a brownish 
colour, aud, semifluid at ordinary temperatures; smells like chloride of 
benzoyl, but much fainter and somewhat more aromatic. — Fumes in the 
air, slightly at ordinary temperatures, strongly when heated. Melts 
even at a very gentle heat, forming a brownish yellow liquid. 

It burns with a bright sooty flame. Decomposes very slowly in 
contact with water, and when heated under water, remains at the bottom 
for a long time in the form of a brownish oil, being decomposed only 
after long boiling into hydrobromic and benzoic acids. 

It dissolves readily and without decomposition in alcohol and ether, 
and remains in the crystalline state when the solution is evaporated. 


Bromobenzoic Acid. 
C“BrH50! = C“BrH3,04, 


Preiicot. (1836.) Compt. rend. 82, 11; also J. pr. Chem. 7, 330; 8,65. 
Herzog. NV. Br. Arch. 23, 16. 
Mtuter. Compt. rend. 30, 325. 


Formation and Preparation. 1. Benzoic acid together with bromine 
is exposed to sunshine in a closed vessel. The action is stronger and 
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comes to an end sooner than that of chlorine on benzoic acid. The hard 
friable mass which remains after the excess of bromine has been driven 
off, dissolves in carbonate of potash, with separation of a greenish oil 
containing bromine, which hardens when exposed to the air and smells 
like gum benzoin; the solution is decolorised by animal charcoal and 
precipitated by nitric acid. (Herzog.)——- 2. Bromine vapour is made to 
act gradually upon benzoate of silver, by introducing from 20 to 24 
grammes of benzoate of silver and an open tube containing liquid bro- 
mine into a stoppered glass vessel, and leaving the vessel closed for 24 
hours. When liquid bromine is poured upon benzoate of silver, a violent action takes 
place. If the resulting mixture of bromide of silver and bromobenzoic 
acid be shaken up with ether, alcohol or wood-spirit, and the solution 
left to evaporate, an oil is left which solidifies in a crystalline mass on 
cooling. (Peligot.)— Miller heats benzoate of silver with bromine, 
whereupon benzoic acid distils over. 


Properties. Colourless, hard, crystalline mass, which melts at 100°, 
and sublimes at 250°. It burns with a green-edged flame. — The acid 
precipitated by water from the alcoholic solution has less lustre when 
dry than benzoic acid. (Peligot.) 


Combinations. With bases, the acid forms crystallisable salts, most 
of which dissolve very readily in water; the lime, baryta, cupric and 
mercurous salts are however less soluble. The lead-salt obtained by 
precipitating neutral acetate of lead with bromobenzoate of potash forms 
yellow crystalline grains; its solution in warm water yields by spon- 
taneous evaporation, yellow bulky crystals apparently of spherical shape. 
— The silver-salt is soluble in warm water. 


Peligot. 

LAG ee eee 84°0 IH EDA | Za Lo 
Brae aii 80°0 26°98 asi. 25°52 

| CEE EE 108°1 B50 ie seh 34°48 

7G) A FA Re htt 2 4°0 10 es want 1°46 

NS 0 Se ae ees 32°0 TO’ Sores 14} 

CYUBrHtA gO? 55k 20871 S.S7100200 Tee: 100:00 


According to Miiller, bromobenzoic acid = C4BraH304, 
The acid dissolves sparingly in water, readily in wood-spirit, alcohol 
and ether. 


Chlorine-nucleus C“ClH§, 


Chloride of Benzoyl. 
We Ww ba hap Ce 0 hal ot 


Wouter & Lizsie. Ann. Pharm. 8, 262; also Pogg. 26, 237. 

Canours. Compt. rend. 22, 846; also Ann. Pharm. 60, 251.— 
Compt. rend. 25, 724. 

GerHarRvDT. NV. Ann. Chim. Phys. 37, 291; also Ann. Pharm. 87, 68. 


Oxide of Chlorobenzylene, Chlorbenzoyl, Chlorbenzaldid, Benzoylchlorid, Oxy- 
chlorobenzoyl, Chlorure de benzoile. 
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Formation. 1. By the action of chlorine on bitter almond oil. 

(Wohler & Liebig.) 
CHH®O? + 2Cl? = CHMCIH®O? + HCl. 
2. By the action of chlorine on benzoate of methyl or benzoate of ethyl 
(Malaguti, dnn. Chim. Phys. 70, 374 and 387), and on cinnamein. 
(Fremy, Ann. Chum. Phys. 70, 380.) — 3. By heating pentachloride of 
phosphorus with benzoic acid. (Cahours.) 
CHfEO* + PCb-=-C#ClH5O2.+ -PCFO? + HCl. 

— 4. By the action of oxychloride (or pentachloride) of phosphorus on 
benzoates. (Gerhardt.) — 5. By the action of protochloride of sulphur on 
alkaline benzoates. (Heintz, p. 94.) 


Preparation. 1. Dry chlorine gas passed through pure bitter almond 
oil, is absorbed, with great rise of temperature and evolution of hydro- 
chloric acid. The liquid mast be ultimately heated to the boiling point, 
till the chlorine, on passing through, no longer generates hydrochloric 
acid. As soon as the evolution of hydrochloric acid slackens, the liquid 
acquires a yellow colour from the presence of dissolved chlorine, which 
however is given off on boiling. (Wohler & Liebig.) — 2. When dry 
benzoic acid is heated to 100° with pentachloride of phosphorus, a violent 
action takes place, hydrochloric acid is evolved in large quantity, and a 
mixture of oxychloride of phosphorus and chloride of benzoyl passes 
over, from which between 198° and 200°, the chloride of benzoy] distils 
off, and may be purified from admixed pentachloride and oxychloride of 
phosphorus by treatment with a small quantity of water. (Cahours.) 
— 3. Oxychloride of phosphorus acts very violently on benzoate of 
soda at ordinary temperatures; and if to 1 pt. (1 At.) of the oxychloride 
there be taken not more than 2°81 pts. (3 At.) of benzoate of soda, the 
only products obtained are phosphate of soda and chloride of benzoyl: 


3C4H°NaO? + PCPRO? = 3C#H®C1O? + 3Na0,PO>. 


With a large proportion of benzoate of soda, anhydrous benzoic acid is 
formed at the same time. (Gerhardt.) 


Properties. Transparent, colourless liquid, having a peculiar and 
extremely penetrating odour, attacking the eyes strongly, like horse- 
radish. Sp. gr. 1:196 (Wohler & Liebig), 1:250 (Cahours). Boils at 
195° (Malaguti), at 196° (Cahours). Vapour-density, 4:987 (Cahours). 
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Decompositions. 1. Chloride of benzoyl burns with a bright, green- 
edged, very sooty flame. —2. It decomposes slowly with cold water, 
quickly and completely with boiling water, into hydrochloric and benzoic 
acids. Similarly by long standing in contact with damp air. — 8. Heated 
with aqueous solutions of the alkalis, it forms a hydrochlorate and a 
benzoate. —4. With dry ammoniacal gas it forms sal-ammoniac and 
benzamide; with aqueous ammonia, it forms sal-ammoniac and benzoate 
of ammonia. — 5. It may be distilled without alteration over anhydrous 
baryta or lime. — 6. With pentachloride of phosphorus it becomes 
strongly heated, terchloride of phosphorus being formed, together with a 
very strong smelling oily body not yet further examined. (Wohler & 
Liebig.) 

7. With metallic sulphides, iodides, bromides, or cyanides, it forms 
sulphide, iodide, bromide or cyanide of benzoyl. (Wohler & Liebig.) — 
Heated with bichloride of tin in a sealed tube to 140°—200°, it is decomposed, yielding 
a small quantity of a black precipitate. The chlorides of magnesium, copper and zine 
do not appear to act upon it. (Casselmann, Ann. Pharm. 98, 213%) With sulpho- 
cyanide of potassium it becomes strongly heated and yields bisulphide of 
carbon and benzonitrite. (Schiff, Ann. Pharm. 99, 117.) According to 
Limpricht, sulphocyanide of benzoyl is first formed, and afterwards 
decomposes in the manner represented by the equation: . 


C“H5O?,C2NS? = C4NH5 + CO? + CS’, 
\ J — 
sulpbocyanide benzonitrile. 

of benzoyl. 


8. With hydride of copper, chloride of benzoyl forms bitter almond oil 
and dichloride of copper. (Chiozza, Compt. rend. 26, 632): 


CuwH + C#CIH°®O? = CHO? + CuCl. 


9. When it is mixed with dry and pulverised formiate of soda, a slight 
evolution of heat takes place, and on applying a gentle external heat, 
pure carbonic oxide gas is rapidly evolved, while benzoic acid sublimes 
and a residue is left consisting of benzoic acid and chloride of sodium: 


C?HNaOt + CH#CIH°O? = C4H6O* + NaCl + 2CO. 


The residue smells of formic acid set free by the action of the benzoic 
acid. (Gerhardt, Ann. Pharm. 87, 157.) —10. When chloride of benzoyl 
is heated with the alkaline salts of the monobasic acids, metallic chlorides 
are formed, together with compounds of the anhydrous monobasic acid 
with anhydrous benzoic acid. (Gerhardt): 


CHCLHPEO? ae CtH3INaGOt = C4H5O?,C4H203 a NaCl. 


11. Chloride of benzoyl heated with oxalate of potash forms anhydrous 
benzoic acid, chloride of potassium, carbonic oxide and earboniec acid. 
(Gerhardt, p. 94.) — 12. The solution of chloride of benzoyl in alcohol 
becomes heated in a few minutes to the boiling point, gives off hydro- 
chlorie acid, and when mixed with water, deposits oily drops of benzoate 
of ethyl. 

| 13. When finely pulverised aldehyde-ammonia is added by very 
small portions to chloride of benzoyl, till the mass becomes solid, 
chloride of ammonium and benzoic acid are formed, together with a 
substance having, when dried at 100°, the composition CN?H'804 
(isomeric or polymeric with hipparaffin, p. 82) The sal-ammoniac 
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may he extracted by water, the benzoic acid by solution of carbonate 
of soda, and if the residue be then digested in hot alcohol, a solu- 
tion is obtained which yields the compound C”N*H0O! in slender 
needles arranged in concentric groups. This substance melts when 
heated and sublimes partly undecomposed at a higher temperature. It 
is slowly decomposed by hot potash-ley, with formation of benzoic acid 
and separation of a brown resin; it is not altered by boiling with peroxide 
of lead and water; but on addition of sulphuric acid, aldehyde is given 
off and the liquid, if filtered hot, deposits crystals of benzamide; aldehyde 
and benzamide are likewise formed when the compound is stirred up with 
water and exposed to the action of nitrousacid. Sulphuric acid dissolves 
the compound when heated, forming a brown solution from which water 
separates a brown resin, and the liquid yields crystals of benzoic acid. 
The compound is insoluble in water; it dissolves sparingly in cold aleohol 
and ether; easily in the same liquids when heated. (Limpricht, Ann. 
Baris: 99,1193). FT. 


Combinations. Chloride of benzoyl, with the aid of heat, dissolves 
sulphur and phosphorus, which separate from it in the crystalline form 
eon cooling. It mixes with biswlphide of carbon in all proportions and 
apparently without decomposition. (Wdohler & Liebig.) It dissolves 
chloride of aluminium with facility when heated, and the liquid solidifies 
in a crystalline mass on cooling. | (Casselmann. 

With Brchlorovinic Ether. — C®CH8O? = CCl?H30,C“C1H5O?. — 
Chlorine gas is passed at 60°—70° through benzoate of ethyl, where- 
upon hydrochloric acid and chloride of ethyl escape, and the liquid is 
distilled, after the action is complete, till the boiling point rises to 
190°. The residue blackens even if the heat has not been raised 
to the boiling point. The distillate is shaken up with quicklime, 
redistilled at a temperature below its boiling point, as otherwise it 
blackens and gives off hydrochloric acid, and the liquid which passes 
over between L78° and 180°, is dried over quicklime in vacuo. (When 
chlorine gas is passed for a sufficient time through an alcoholic solution 
of benzoic acid, and the resulting oily liquid mixed with water, a 
yellowish oil is precipitated having an aromatic taste and smell. 
Bouillon-Lagrange, J. Pharm, 7, 200.) 

Colourless liquid, of sp. gr. 1°346 at 10°8. Fumes slightly in the air, 
and has a suffocating odour like that of chloride of benzoyl. In dry air 
it does not redden litmus. Boils between 188° and 190°. The boiling point 
rises immediately in consequence of decomposition. 


Maleguti. 
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In contact with water, the compound is slowly resolved into benzoic, 
acetic and hydrochloric acids. (Malaguti, Ann, Chim. Phys. (0, 374% 
also Ann. Pharm. 32, 48; J. pr. Chem. 18, 56.) 


With Bitter almond oil. — C®CIH"O4 = C“H*®O?,CMC1H°02, — 
Formed in large quantity when crude bitter almond oil is imperfectly 
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decomposed by chlorine; sometimes also when bitter almond oil is decom- 
posed by excess of chlorine. Colourless, shining laminw resembling ben- 
zoic acid. Melts very easily and remains a long time fluid when at rest. 
Inodorous in the dry state. 


Laurent & Gerhardt. 
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Heated above its melting point, it gives off chloride of benzoyl. 
When moistened with water or alcohol, it gives off vapours of hydro- 
chloric acid and emits an odour of bitter almond oil. Heated with 
water, it yields benzoic acid and bitter almond oil. Warm alcohol like- 
wise decomposes it. 

In cold alcohol the compound is sparingly soluble. (Laurent & 
Gerhardt, Compt. chim. 1850, 123.) 


Chlorobenzoic Acid. 
CMOTH EO 70 "*G1H 0, 


Herzoe. (1840) WV. Br. Arch. 23, 15. 

ScHARLING. Ann. Pharm. 41, 49; 42, 268. j 

SrennousgE. Ann. Pharm. 55, 1; also Phil. Mag. J. 27, 179; also 
J. pr. Chem. 36, 248. 

EK. Koper. Compt. rend. 24, 614; also V. J. Pharm. 11, 426; also 
J. pr. Chem. 41, 425. 

Frieup. Ann. Pharm. 65, 55. 

Curozza. WN. Ann. Chim. Phys. 36, 102; abstr. Compt. rend. 83, 317; 
J. pr. Chem. 57, 28. 

Limpricut & v. Usuar, Ann. Pharm. 102, 259. 


Chlorbenzoesaure, Acide benzoique monochloré, Chloromichmylséure. 


Formation. 1. By the action of chlorine on benzoic acid. (Herzog.) 
According to Pisani (N. Ann. Chim. Phys. 45, 401), the so-called chloroniceic acid 
(C?C1H%O*) which St.-Evre obtained by the action of chlorine on a solution of benzoic 
acid in excess of potash, (xi, 176), is nothing but chlorobenzoic acid contaminated with 

enzoic acid. —2, By heating salicylic acid with pentachloride of phos- 
phorus. (Chiozza.) — 3. By the action of chlorine on a heated mixture of 
cinnammic acid and strong soda-ley (EK. Kopp), or by heating cinnamic 
acid with aqueous solution of chloride of lime, or with hydrochloric acid 
and chlorate of potash. (Stenhouse.) — 4. By the action of water on 
chloride of chlorobenzoyl (p. 117). (Limpricht & v. Uslar.) 


Preparation. 1. When chlorine gas is passed over dry benzoic acid 
exposed to the sun, the acid is converted, in 12—48 hours, into a moist, 
viscid, gummy, somewhat reddish mass, which dissolves in carbonate of 
potash, with the exception of a brown-red substance which becomes resin- 
ous on exposure to theair. The brown-red solution is boiled with animal 
charcoal; the filtrate mixed with dilute nitric acid; and the resulting 
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precipitate washed with water till the wash-water no longer forms a 
cloud with nitrate of silver. (Herzog.) —38. A mixture of salicylic acid 
and pentachloride of phosphorus melts with evolution of heat; on dis- 
tilling the fluid mixture, the boiling point rises very rapidly, while hydro- 
chloric acid is continually evolved, and a light deposit is formed in the 
neck of the retort; at length the mass blackens, swells up, and leaves a 
very light charcoal. On rectifying the distillate, the liquid which passes 
over between 200° and 250°, is a heavy, strongly refracting oil, which has 
a suffocating odour and is converted, gradually by cold and immediately by 
boiling water, into hydrochloric and chlorobenzoic acids. The heavy oil 
appears to be a compound of chlorobenzoic acid with hydrochloric acid, 
produced simultaneously with oxychloride of phosphorus. (Chiozza.) 


C¥H'O'.+-9P Cbs) CYHFC1O*, Cle 4-PO?C, 


3. Urine [concentrated by evaporation? Gm.] is mixed with nitric acid; the 
liquid filtered from nitrate of urea; and the filtrate distilled. An acid 
liquid then passes over, together with a greenish yellow oil (nitrochloro- 
michmyl), and a mass resembling benzoic acid is ultimately deposited in 
the neck of the retort. A larger quantity of this substance is obtained 
by neutralising the liquid, after the oil has been separated, with carbonate 
of soda or caustic ammonia, evaporating to dryness, and distilling the 
residue with dilute sulphuric acid (2 or 3 pts. of water to 1 pt. of oil of 
vitriol). The product is purified by washing with cold water and recrys- 
tallisation from hot water. (Scharling.) [The acid thus prepared is called by 
Scharling, chloromichmylic acid; but according to his own statements, it does not differ 
in any respect from chlorobenzoic acid. L.] 

4} 4. Chloride of chlorobenzoyl is boiled with potash; the alkaline 
solution precipitated with hydrochloric acid; and the precipitated chloro- 
benzoic acid dissolved in hot water: it then separates in small yellow 
needles which cannot be decolorised by recrystallisation and treatment 
with animal charcoal, but may be obtained perfectly white by combina- 
tion with an alkali and reprecipitation by an acid. (Limpricht & 
v. Uslar.) 4. 


Properties. Colourless, inodorous, shining needles very much like 
salicylic acid. (Chiozza.) Crystallises from the alcoholic solution like 
benzoic acid (Herzog); in small concentrically grouped prisms, which 
never resemble the crystals of salicylic acid. (Limpricht & y. Uslar.) 
Melts at a temperature a few degrees above the melting point of 
benzoic acid (Chiozza); at 98° (Herzog); at about 140°, but sublimes at 
a lower temperature in small needles, (Limpricht & y. Uslar.) May 
be sublimed without decomposition. 


Field. Chiozza (2). Scharling (3). Limpricht & 
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Decompositions. 1. Chlorobenzoic acid is converted by fuming nitric 
acid into nitrochlorobenzoic acid C¥H*C]XO*, (Limpricht & y. Uslar.) 
VOL. XII. I 
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—2. With pentachloride of phosphorus, it yields chloride of chloro- 
benzoyl and chlorophosphoric acid. (Limpricht & v. Uslar.) 


C¥4HECIO* + PCL = C4H4ACIO?,Cl + PO?C? + HCl. 


Combinations. Chlorobenzoic acid dissolves sparingly in cold, abun- 
dantly in boiling water. 

The Ammonia-salt of the acid prepared by boiling benzoic acid with 
chlorate of potash and hydrochloric acid, does not melt easily, but 
blackens and deposits charcoal when heated. (Field.) The solution of 
chlorobenzoic acid (4) in ammonia gives off a large quantity of ammonia 
when evaporated over the water-bath, so that the residue consists of 
nearly pure chlorobenzoic acid. (Limpricht & y. Uslar.) 

The potash and soda-salts cannot be obtained in crystals, but remain 
in gummy masses when their solutions are evaporated. (Limpricht & 
v. Uslar.) 


Chlorobenzoate of Baryta.— Very soluble in water. The hot satu- 
rated solution of the salt prepared with the acid (2) solidifies on cooling 
in a crystalline radiated mass, or yields small dazzling white crystalline 
nodules. After drying over oil of vitriol, it does not give off any water 
at 100°. (Chiozza.)— The salt prepared with the acid (4) forms small 
needle-shaped crystals which give off 10:2 p. c. (8 At.) water at 100°. 
(Limpricht & y. Uslar.) 


Limpricht & 
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Chlorobenzoate of Lead. —Small scaly crystals easily soluble in water; 
they give off 13:2 p. c. (8 At.) water at 100°. (Limpricht & y. Uslar.) 


At 100°. Limpricht & yv. Uslar. 
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Chlorobenzoate of Lead. — White precipitate, which, after drying over 
oil of vitriol, does not suffer any further loss of weight at 110°, but melts 
and turns yellow. (Limpricht & vy. Uslar.) 


Chlorobenzoate of Copper. — Green precipitate. 


Chlorobenzoate of Silver. — When a boiling solution of the ammonia- 
salt is mixed with nitrate of silver, small heavy crystals are deposited, 
and, as the liquid cools, larger crystals separate out. (Chiozza.) — 
White precipitate consisting of microscopic needles. (Limpricht & 
v. Uslar.) 
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Dried over oil of vitriol. Chiozza, Limpricht & 


v. Uslar. 
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Chlorobenzoic acid dissolves readily in. alcohol and ether, and the 
alcoholic solution effloresces readily. (Herzog.) It dissolves in alcohol 
and ether and crystallises from the alcoholic solution in small concentri- 
cally grouped prisms. (Limpricht & v. Uslar.) 

According to Stenhouse, when cinnamic acid is boiled with a saturated solution of 
chloride of lime as long as any oil passes over with the watery vapours, and the liquid 
filtered from the resulting carbonate of lime and compound of lime with resin, is treated 
with hydrochloric acid to expel the free chlorine, a crystalline acid is obtained on cool- 
ing, which, in different preparations, is sometimes chlorobenzoic acid, sometimes a 
mixture of chlorobenzoic acid with benzoic, bichlorobenzoic and terchlorobenzoic acids, 
which cannot be separated by crystallisation. The same products are obtained, accord- 
ing to Stenhouse, when benzoic acid is boiled with chloride of lime or with a mixture of 
hydrochloric acid and chlorate of potash. 


™. Chlorobenzoate of Ethyl. 
CHGS GEO CerC1O.. 


Limpricut & v. Ustar. Ann. Pharm. 102, 262. 


Obtained by heating chloride of chlorobenzoyl (p. 116) with alcohol, or 
chlorobenzoic acid with alcohol and sulphuric acid, mixing the liquid with 
water, washing the precipitated ether with water, then drying it over 
chloride of calcium and rectifying. 

Liquid smelling like benzoate of ethyl. Boils at 245°. 


Limpricht & v. Uslar, 
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The ether dissolves in a mixture of 2 pts. of oil of vitriol and 1 pt. 
fuming nitric acid; and if the liquid, after standing for 24 hours, be diluted 
with water, an oil is separated, which after a while yields crystals doubt- 
less consisting of nitrochlorobenzoate of ethyl; from an alcoholic solution 
this compound separates in large colourless crystals, (Limpricht & 


y. Uslar.) . 


tee 
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Appendix to Chlorobenzoic Acid. 


Nitrochloromichmyl. 
ScHARLING. Ann. Pharm. 41, 49; 42, 269. 


The greenish yellow oil which distils over in the preparation of chloromichmylic 
acid (chlorobenzoic acid p. 113) from the mother-liquor of nitrate of urea. It has a 
pungent odour and excites tears. Sp. gr. somewhat above 1°5. 

It contains twice as much chlorine as chlorobenzoic acid, and is therefore probably 
C4H4CPO?2,NO°. [It is perhaps bichloronitrobenzoyl = C!CPXH?,0?, which would 
contain 38°22 p.c. C and 32°2] p.c. Cl, corresponding to the ratio 1: 0°843 ; the ratio 
of the carbon to the chlorine in chlorobenzoic acid is 1: 0°421 I.] 

When boiled with water, it gradually forms chlorobenzoic and hydrochloric acids.— 
Treated with strong bases, it forms orange-coloured salts containing nitric acid and a 
peculiar colouring matter.—By cold oil of vitriol it is partially decomposed, a solid 
body being left which contains more or less chlorobenzoic acid. When distilled with 
oil of vitriol or treated with dilute carbonate of potash or soda, it yields chloromichmyl. 
—Dissolves readily in alcohol, with formation of nitrous ether. 


Chloromichmyl. 


ScHARLING. Ann. Pharm. 42, 269. 

Formation (vid. sup.).—Oil very sparingly soluble in water, readily in alcohol. 
It is slowly decomposed by caustic alkalis and alkaline carbonates. Resolved by heat 
into hydrochloric acid and chloromichmy]-resin. 

Chloromichmyl-resin is also found in the residue of the distillation of the mother- 
liquor of nitrate of urea (p. 113), and may be purified by proper treatment with alcohol 
and ether. It is a mixture of several substances. Distilled with aqua-regia, it yields 
chloromichmylic acid and nitrochloromichmy]l. 


qT Chlorine-nucleus CHCl, 
Chloride of Chlorobenzoyl.° 
CNH'C?O? acl HCl Oup== CUR CLOUGH. 
LimpricatT & v. Ustar. Ann. Pharm. 102, 262. 


Oxide of Bichlorobenzylene. 


Preparation. 1. By the action of pentachloride of phosphorus on 
chlorobenzoic acid: 


14,74 2 
Gatos bo + PCCP = C¥H‘C1O2,Cl + HCl + PCKO?, 
2. By the decomposition of chlorosulphobenzoic acid: 
CHuHACPS20% = CHHACI202 + 2802, 


1 At. sulphobenzoiec acid (p. 54) is heated in a retort with 2 At. penta- 
chloride of phosphorus, as long as volatile products of distillation pass 
over; chlorosulphobenzoic acid is then formed and subsequently decom- 


CHLOROSULPHOBENZOIC ACID. 17 


posed in the manner shown by the preceding equation. The distillate 
is rectified, and by repeated distillation a yellowish liquid is obtained 
which boils at 285°, and consists mainly of chloride of chlorobenzoyl, but 
is contaminated with other products which cannot be removed by 
distillation. 


Properties. The chloride obtained by (1) is a transparent, colourless, 
strongly refracting liquid, boiling at 225°, 


Limpricht & v. Uslar (1). 
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The product obtained by (2) contained about 34°5 p. c. chlorine and 1 p. c. sulphur, 


Decompositions. 1. By boiling with water for several hours, the 
chloride is resolved into hydrochloric and chlorobenzoic acids. —- 2. It is 
but slowly decomposed by dilute potash or ammonia; but strong 
aqueous ammonia converts it immediately into chlorobenzamide and sal- 
ammoniac. 


C“H4C102,Cl + 2NH*? = C4H‘ClO?,NH? + NH‘CL. 


Chlorosulphobenzoic Acid. 
C4H‘CPS?0° = C“H‘CL,280? [= CH*(S?04)02,CP]. 


Limpricut & v. Ustar. Ann. Pharm. 102, 250. 
Sulphate of Bichlorobenzylene, Chloride of Sulphobenzoyl. 


Preparation. By the action of pentachioride of phosphorus on sulpho- 
benzoic acid, water and chlorophosphoriec acid being formed at the same 
time; 


9° 
“ 


SSSI AOR Car + PCB,CP = C4H4(S204)0?,CP? + PCBO? + 2HO. 


1 pt. (1 At.) of perfectly dry and pulverised sulphobenzoic acid is gently 
heated in a turbulated retort with 2 pts. (rather more than 2 At.) of pen- 
tachloride of phosphorus; the mixture heated after the action has ceased, 
first over the water-bath, and then to 170° to remove the chlorophos- 
phoricacid; and the residue rapeatedly washed with water, which removes 
the last portions of chlorophosphoric acid but exerts only a very slight 
action on the chlorobenzoic acid. The adhering water is removed as 
completely as possible by means of bibulous paper, and the last portions 
by standing over oil of vitriol. 


Properties. Yellowish brown, viscid oil which cannot be distilled 
without decomposition. The colour is due to impurity. It is heavier than 
water and has a faint but unpleasant odour. 
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Limpricht & v. Uslar. 
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The difference between the analytical and calculated results doubtless arises from 
decomposition taking place during the preparation. 

Limpricbt & v. Uslar regard the compound as the chloride of the biatomic radical 
sulphobenzoyl C!4H4(S?0*)O?, formed from benzoyl C!H*O? by the substitution of 
ee Rae ee . CHH4($204) 02 

; for 1 At. hydrogen, sulphobenzoic acid being Fy: } 0% and chloro- 


14F74(S204) 02 
sulphobenzoic acid Geta fet 


Decompositions. 1. The acid is decomposed by distillation. At tem- 
peratures above 300° it boils violently, giving off sulphurous acid, yielding 
a distillate of chloride of chlorobenzoyl (p. 116), and leaving a residue of 
charcoal. -— 2. It is slowly decomposed by water at ordinary temperatures, 
and when heated with water to 100° in a sealed tube, it disappears in a 
few hours, being converted into hydrochloric and sulphobenzoic acids: 


C4HACP2S208 + 4HO = 2HCl + C4#H®S2010, 


8. The fixed alkalis decompose it, forming an alkaline chloride and a 
sulphobenzoate. —4. Gaseous ammonia exerts scarcely any action upon 
it, and dry carbonate of ammonia decomposes it but slightly; but con- 
centrated aqueous ammonia dissolves it readily, forming sal-ammoniac 
and sulphobenzamide; 


C#H4(S20!)02,CP + 2NH3 = CMH‘4(S20*4)02,NH? + NH‘Cl. 


Alcohol saturated with ammonia dissolves it, forming ethylosulphoben- 
zoate of ammonia. When ammoniacal gas is passed through a solution 
of the compound in ether, sulphobenzamide is formed, together with various 
other products. — 5. Aniline in contact with it becomes strongly heated, 
yielding sal-ammoniac and sulphobenzanilide. 

Chlorosulphobenzoic acid is insoluble in water. Alcohol dissolves it, 
but with great rise of temperature and decomposition, forming sulpho- 
benzoate of ethyl. In ether it appears to dissolve without decomposi- 
tion? 2aGe 


Cyanogen-nucleus C¥Cy H®. 


Cyanide of Benzoyl. 
CN HO? = O4CyH®,02 


Wouter & Liesia. Ann. Pharm. 3, 267; also Pogg. 26, 342. 
Kotspe. Ann. Pharm. 90, 62. 


Formation and Preparation. When chloride of benzoyl is distilled 
with cyanide of mercury, a golden yellow oil is obtained, which may be 
rendered colourless by rectification (Wholer & Liebig), and after a while 


NITROBENZALDIDE. 119 


solidifies in a crystalline mass, which must be washed with warm water, 
till the wash-water is no longer blackened by sulphuretted hydrogen, 
then pressed between bibulous paper, and dried over oil of vitriol, 


(Kolbe.) 


Properties. Crystallises by slow cooling in tables an inch long, 
melts at 31°, and often does not solidify on cooling till after it has been 
agitated. Boils between 206° and 208°. (Kolbe.) Has a pungent odour 
and excites tears. 


Kolbe 

IGG eae 96 Tae Cen ok Toro 
IN ee ake: 14 10°68 

hod BEST Rel Pe eee 5 3°82 o9 
DAL OYE ie he fe. 16 12°22 
C!6N H50%.,.......... 131... 100:00 


Very inflammable; burns with a white very sooty flame. With dry 
ammoniacal gas it forms hydrocyanate of ammonia and_ benzamide. 


(Wohler & Liebig.) 


Nitro-nucleus C4X HE, | 


Nitrobenzaldide. 
C“N H®0°® — Cux He, O?, 


Bertaanini. WV. Ann. Chim. Phys 33, 465; also Ann. Pharm. 79, 259; 
abstr. Compt. rend. 32, 688. — Further Ann. Pharm. 86, 190. 


Hydride of Nitrobenzoyl, Nitrobenzoylwasserstof?, Nitrobittermandelél. 


Formation and Preparation. When bitter almond oil is gradually 
added to fuming nitric acid kept cool by external refrigeration, or to 
15 or 20 times its volume of a cold mixture of 1 vol. nitric acid of sp. gr. 
1°32 and 2 vol. oil of vitriol, and the resulting solution, whose formation 
is attended with rise of temperature, is mixed with water after standing 
for balf an hour or an hour, yellowish drops separate out, which ecrystal- 
lise after a few days. At the same time, a yellow oily substance is 
produced having a strong and somewhat alliaceous odour. — If the liquid 
is not sufficiently cooled during the preparation, nitrobenzoic acid is 
likewise formed. — The crystalline mass, after being washed in linen 
with cold water, and pressed between two porous tiles till the residue is 
no longer yellow, and no longer renders the paper greasy between which 
it is pressed, is dissolved in a small quantity of boiling alcohol, which on 
cooling deposits the compound, partly in crystals, partly in the form of an 
oil which crystallises after a while: both portions of the product are 
recrystallised from alcohol mixed with water (or from hot water, which 
however dissolves a small quantity). 


Properties. White shining needle-shaped crystals. After fusion it 
begins to crystallise at 46°, on agitating the melted mass, the thermo. 
meter immediately rises to 49°. May be evaporated in small quantities 
without decomposition. Emits a very faint odour at ordinary tempera- 
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tures; but a very agreeable odour when heated somewhat above its 
melting point; when evaporated in considerable quantities, it emits very 


pungent vapours. Has a pungent taste, somewhat resembling that of 
bitter almond oil. 


Bertaguini. 


Las Geer cao cenre: 84 De OS ney scie-s 55°76 
1 En torre 14 2d aeons 9°42 
eds Gare R aE 5 rs he aes 3°49 
IP aah Sa 48 Nr) eee 31°33 
CENT Oba. Sf Mies ed ig tA eee ay 100°00 


Decompositions. 1. Nitrobenzaldide remains unaltered in the air 
even when warm. It burns with a svoty flame. — 2. Heated with an 
oily mixture of nitric acid and oul of vitriol, it yields nitrobenzoic acid. 
—3. In concentrated chromic acid, it dissolves quickly, with rise of 
temperature, and solidifies into a crystalline mass of nitrobenzoic acid. — 
4. Chlorine does not act upon nitrobenzaldide in ordinary daylight, but 
in sunshine it forms chloronitrobenzoyl. — Bromine dissolves readily in 
fused nitrobenzaldide, but does not decompose it till heated above 100°. 
— 5. It dissolves readily in aqueous potash; the solution remains unal- 
tered at ordinary temperatures; but on the application of heat, nitro- 
benzoate of potash is quickly produced; the solution in alcoholic potash 
solidifies very quickly at ordinary temperatures into a transparent jelly 
of nitrobenzoate of potash, in which small nodular crystals of this salt 
make their appearance. [After nitrobenzaldide has been heated with 
alcoholic potash, the addition of water throws down a brown viscid resin, 
while nitrobenzoate of potash remains in solution. (List & Limpricht.)] 
— 6. Aqueous or alcoholic ammonia converts nitrobenzaldide into terni- 
trohydrobenzamide C”X°N?H™, which may change into ternitroamarine 
by simple metamorphosis. — The same transformation takes place in 


ammoniacal gas, a large quantity of water being given off at the same 
time: 


3CMXH5O? + 2NH? = C“&X®N?H + 6HO. 


7. The alcoholic solution of nitrobenzaldide yields, when sulphuretted 
hydrogen is passed through it, a precipitate of sulphide of nitrobenzylene 
C¥XH®S*,— 8. When sulphuretted hydrogen is passed through the 
solution of nitrobenzaldide in alcoholic ammonia and the liquid heated 
from time to time, a semifluid substance is deposited mixed with a large 
quantity of sulphur. When this substance is extracted with ether, after 
decanting the alcoholic liquid, an ethereal solution is obtained, which 
leaves on evaporation a reddish, very viscid mass, insoluble in water or 
hydrochloric acid, but dissolving with tolerable facility in warm alcohol; 
when heated, it swells up, gives off sulphuretted hydrogen, and burns 
with a bright flame, leaving a slowly combustible charcoal. Nitroben- 
zaldide boiled with nitric acid yields sulphuric acid and a yellow resin. 
— 9. Heated with sulphite of ammonia, it yields a body which is soluble 
in water and appears to be an acid. — 10. Strong hydrocyanic acid 
dissolves nitrobenzaldide with facility. If the solution is evaporated 
immediately, the nitrobenzaldide separates unaltered; but after standing 
for a few hours, the solution yields on evaporation a viscid liquid perma- 
nent in the air, which when dissolved in hot water, separates in drops on 
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cooling, and when boiled with hydrochloric acid, yields sal-ammoniac and 
another body soluble in water. — Cyanide of potassium quickly converts 
nitrobenzaldide into a peculiar substance. —11. When urea is thrown 
into melted nitrobenzaldide and the liquid gently heated, water escapes, 
and the whole solidifies on cooling into an opaque mass, which dissolves 
sparingly in pure alcohol, but readily i in alcohol mixed with hydrochloric 
acid; urea and nitrobenzaldide being then reproduced. 


Combinations. 1. Nitrobenzaldide dissolves sparingly in cold water, 
but with tolerable facility in boiling water; the solution saturated at the 
boiling heat becomes milky on cooling, and afterwards filled with shining 
needles. — 2. It dissolves without decomposition in ow of vitriol, hydro- 
chloric acid and nitricacid; from the solution in oil of vitriol, it separates 
in shining laminze as the liquid absorbs water from the air. 

38. With Bisulphite of Ammonia. —C“%XH*O? + NH40,2S0? + 2Aq. 
— Easily obtained by treating nitrobenzaldide with an aqueous solution 
of bisulphite of ammonia of 29° B. or by mixing it with aqueous ammonia 
and passing sulphurous acid gas through the liquid. Onapplying a gentle 
heat, the nitrobenzaldide dissolves very abundantly in the bisulphite of 
ammonia; (at a higher temperature, the sulphurous acid exerts a decom- 
posing action;) on cooling the compound crystallises out. — It crystal- 
lises from alcohol in small, colourless, transparent prisms, which grate 
between the teeth, and have a bitter and sulphurous taste. 


Bertagnini. 
ES Geen here al te eee OC, te a 84 S2e4 Oe oie 32°79 
ON eee eek ee tosass Vane 28 LOc3 ee LeT2 
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CINTP OS NEAO 2507 2Ag.. 259 .... 100°00 


The compound is not altered by exposure to the air, though the 
crystals sometimes assume a faint violet tinge. — The aqueous solution 
is decomposed by boiling, nitrobenzaldide being set free. Acids do not 
alter the solution at ordinary temperatures, but on heating the liquid, 
decomposition takes place, attended with evolution of sulphurous acid. 
The compound gives off ammonia when heated with alkalis. The 
aqueous solution forms with barium, lead, and silver salts, white pre- 
cipitates consisting of the sulphites of those metals, and after a while 
crystals of the nitro-compound make their appearance; with chloride of 
platinum, chloroplatinate of ammonia is produced. 

The compound dissolves readily in water, and erystallises with diflfi- 
culty from the solution. Nitrobenzaldide dissolves very easily in water 
containing bisulphite of ammonia. — The compound dissolves with 
facility in boiling alcohol. 

4. With Bisulphite of Soda. — C¥XH*0? + NaO,HO,2S0?+ 10Aq. — 
When nitrobenzaldide is dissolved at a gentle heat in aqueous bisulphite 
of soda of about 27°B., the liquid yields on cooling, shining yellow 
laminge, which are rendered colourless by recrystallisation from hot 


water, effloresce in the air, and give off 26°08 p.c. (L0 At.) water 
at 90°. 
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Ai 90°. Bertagnini. 
14 Dt cae aaa: Sees BLY ne GB 2A) ms aie 32°69 
INI ish vadhendelt<s Shs Feodonne Sapoh 14 5°49 
iis LE SPT ay eee he 6 Ae, 5 ee 2°53 
A EPR RS RN. RINE. Stab ee) 32 12°54 
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C4NH®O% + NaO,HO,2SO? 255 .... 100°00 


The compound dissolves sparingly in cold, easily in boiling water; 
the solution decomposes quickly when boiled, giving off the odour of 
nitrobenzaldide. Boiled with acids, it yields nitrobenzaldide and sul- 
phurous acid, 

5. Nitrobenzaldide dissolves readily in alcohol, and with tolerable 
facility in ether. 


Nitrobenzoic Acid. 
C™NH50® = C“XH5,04. 


PLANTAMOUR. (1839.) Ann. Pharm. 30, 349. 

Muuper. J. pr. Chem. 18, 258; 19, 862; also Ann. Pharm. 34, 297. 
MirscuHerticn. J. pr. Chem. 22, 196. 

Marcuann. J. pr. Chem. 18, 254; 19, 365. 

ABEL. Ann. Pharm. 63, 38138; also Mem. Chem. Soc. 3, 445. 

H. Buumenav. Ann. Pharm. 87, 127. 

BERTAGNINI. Ann. Pharm. 79, 259. 

GERLAND. Ann. Pharm. 91, 185. 


Nitrobenzoesdure, Nitrocinnolsdure, Nitrobenzinséiure, Benzoesalpetersiure, 
Acide nitrobenzique. 


Formation. 1. By the action of nitrosulphurie or chromic acid on 
nitrobenzaldide. — 2. By heating nitric acid with benzoic acid (Mulder, 
HK. Kopp, Compt. chim. 1849, 149), with cinnamic acid (Plantamour, 
Mulder); by continued boiling of nitric acid with cumol (Abel); by 
boiling dragon’s blood with dilute nitric acid (Blumenau) — 3. In the 
decomposition of hippuric acid by hydrochloric acid. (Bertagnini.) — 
4. By the action of nitrosulphuric acid on benzoic acid or chloride of 
benzoyl; in the latter case, chlorine is evolved, together with another 
gas which excites a copious flow of tears. ( Voit.) 


Preparation. 1. Benzoic acid is boiled with excess of nitric acid, 
till the solution, which is red at first, becomes decolorised and gives off 
nitrous vapours; the nitrobenzoic acid crystallises out on cooling and 
may be purified by recrystallisation from hot water. (Mulder.) It is 
only necessary to heat for a short time in order to convert the whole of 
the benzoic acid into nitrobenzoic acid; the nitrous fumes arise from a 
further action of the nitrous acid on the nitrobenzoic acid. (Mitscher- 
lich.) Itis only by continued boiliag with frequently renewed portions of 
nitric acid that benzoic acid can be completely converted into nitrobenzoic 
acid. (Gerland.) —2. Oil of vitriol is added with agitation, to a mix- 
ture of 1 pt. of benzoic acid with 2 pts. of nitre, the mixture heated till 
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it softens, and the resulting nitrobenzoic acid purified by erystallisation 
from water. With small quantities, the mixture may be heated till it melts; if it be 
then left to cool quietly, the bisulphate of potash crystallises out first, and the nitro- 
benzoic acid decanted from it is perfectly pure after two crystallisations. (Gerland) : 
Or, fused benzoic acid is added by small portions to a mixture of 2 pts. 
strong sulphuric acid and 1 pt. nitric acid of sp. gr. 1°5, and gently heated 
for about half an hour; on subsequently adding water to the liquid, nitro- 
benzoic acid is precipitated in white flakes. (Voit, dan. Pharm. 99, 100.) 
— 3. When cumol is heated with fuming nitric acid for several hours, 
nitrobenzoic acid crystallises as the liquid cools, and may be freed from 
adhering binitrocumol by treating the solution with ammonia and preci- 
pitating with nitric acid. (Abel.) — 4. When dragon’s blood is boiled 
with excess of nitric acid of sp. gr. 1°34 mixed with an equal quantity 
of water, it dissolves gradually with evolution of red vapours. When no 
more vapours escape, the liquid is evaporated to dryness; the cooled mass 
pressed between paper, and saturated with carbonate of soda; the solution 
purified with animal charcoal and precipitated by nitric acid; and the 
precipitate washed with cold water. The mass consisting of fine scales 
contains a substance which chars when heated, together with nitrobenzoic 
acid which sublimes. (Blumenau.) 


Properties. Colourless, crystalline lamine generally grouped together. 
In water it melts below 100°, forming an oil which solidifies on cooling 
in a hard, brittle crystalline mass; by itself it melts at 127°, and begins 
to sublime at 110°. The pure acid sublimes completely and without 
decomposition in slender needles; when coloured it leaves a small quan- 
tity of charcoal. The vapours have a pungent odour and excite cough- 
ing. The acid reddens litmus. (Mulder.) 


Plantamour. Mulder. Marchand. Abel.  Bertagnini. 


1 One eee 4 OU (cee OU 14 eee OU 42 D0 LUE O0730 ee. 50°30 
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The acid analysed by Plantamour was prepared from cinnamic acid; that by 
Mulder, from benzoic acid ; that by Marchand, from cinnamic acid; that by Abel, 
from dragon’s blood ; and that by Bertagnini from nitrohippuric acid. 


Decompositions. 1. The acid when heated to its boiling point, 
blackens and gives off combustible gases. (Mulder.)-——2. It dissolves in 
strong nitric acid, without decomposition (Mulder); it is decomposed by 
continued boiling with nitric acid. (Mitscherlich.) — 3. It is not altered 
by sublimation in chlorine gas. (Mulder.)—4. It dissolves without 
colour in oi of vitriol; on heating the solution, a small quantity of the 
acid sublimes witbout alteration, and near the boiling point of oil of 
vitriol, the liquid turns red without giving off gas; if a larger quantity 
of water be then added, a few grey flakes are separated, and the liquid 
on being saturated with carbonate of baryta, forms a solution containing 
a peculiar substance not yet further examined. (Mulder.)— 5. By 
pentachloride of phosphorus, the acid is not attacked at ordinary tempe- 
ratures; but on the application of a gentle heat, a violent action takes 
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place, attended with formation of chloronitrobenzoyl and chlorophos- 
phoric acid. (Bertagnini.) —6. With hydrosulphate of ammonia it forms 
benzamic acid (Zinin): 


C4UN H6O8 + 6HS = C'NH/08 + 4HO + 6S. 


7. When boiled with sulphite of ammonia, it behaves like nitronaph- 
thalin. (Piria.) —8. Heated with excess of lime, it yields various pro- 
ducts not containing nitrobenzol. (Mulder. ) 


Combinations. Nitrobenzoic acid dissolves in 400 pts. of water at 
10°, and in 10 pts. of boiling water. 

It is a strong acid and expels many other acids from their salts. The 
nitrobenzoates are for the most part soluble in water and alcohol, and 
detonate when heated. 


Nitrobenzoate of Ammonia. —a. Neutral.— 100 pts. of dry nitrobenzoic 
acid take up at ordinary temperatures 8:04 pts. of ammonia, correspond- 
ing to 1 At.ammonia with 1 At. acid. (Mulder.) [Calculation requires 
10°17 pts. of ammonia to 100 pts. of acid. L.] —b. Acid. — Crystallises 
by evaporation from a solution of nitrobenzoic acid in ammonia in white 
somewhat shining needles. (Mulder.) According to Mulder, 100 pts. of 
the acid at 100° take up 3°72 pts. of ammoniacal gas, agreeing approxi- 
mately with 1 At, ammonia to 2 At. acid [calculation requires 
5-08 pts. L.]. 


Mulder, 
crystallised, 
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C“XH4(NH4)O! + C¥XH504 351... 100-00 
Heated on platinum foil it yields nitrobenzol. (Mulder.) 


Nitrobenzoate of Potash.— The solution of the acid in potash yields 
on evaporation either small crystals or a soapy mass, according to its 
degree of concentration. When heated on platinum-foil, it melts, and 
splits up, with emission of sparks, into black vermiform masses three o1 
four inches long. A large quantity of nitrobenzol is given off at the 
same time. (Mulder.) 

Nitrobenzoate of Soda. — Prepared by dissolving the acid in caustic 
soda, Deliquescent and difficult to crystallise. Behaves like the potash- 
salt when heated. (Mulder.) Does not deliquesce in the air. (Mits- 
cherlich.) 

Nitrobenzoate of Baryta. — When the acid is boiled with water and 
excess of carbonate of baryta, the solution yields on cooling beautiful 
shining crystals, which give off 13°22 per cent. (4 At.) of water at 100°. 


Crystallised. Mulder. 
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C4UN H*BaO8 + 4Aq.... 270°6 .... 100°00 
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Nitrobenzoate of Strontia. — When the acid is boiled with water and 
carbonate of strontia, and the solution evaporated to the crystallising 
point, it yields on cooling feathery needles united in tufts and destitute 
of lustre. After drying in the air, it gives off 9°52 per cent. (24 At.) 
water at 150°. (Mulder.) 


Mulder. 
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2(CMNH4S8r0®) + 5Aq.... 465 ..... 100°00 


Nitrobenzoate of Lime. —When the acid is boiled with water and 
carbonate of lime and the solution evaporated, it yields on cooling, small 
white, faintly lustrous crystals, which give off 9:09 p.c. (2 At.) water 
between 120° and 190°. (Mulder.) 


Crystallised. Mulder. 
WIEN HO See aca 158 77°45 
O10: Be ne ere 28 USS 7 2 eres, 14:00 
2 HORHER® 2 Bm 18 SBS 4h 9°05 


C4NH‘CaO8 + 2Aq....... 204 .... 100°00 


When heated above 190°, it melts, blackens, gives off nitrobenzol, 
and finally detonates. (Mulder.) 


Nitrobenzoate of Manganese. — A solution of the acid in ammonia 
mixed with sulphate of manganese yields by evaporation, white crystals 
containing 4 At. water, of which 2 At. (7°16 p.c.) go off between 40° 
and 70°, and the rest between 115° and 183°. At 115°, the salt begins 
to assume a yellow colour. 


Crystallised. Mulder. 
CEN HAO 158°0 69°03 
Miri se eee i, ecsccs St Gi Lod oes 16°23 
Chel 2. Ao. ee 36°0 LOR. sgstpanee 14°78 
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Nitrobenzoate of Zinc. —a. Quadribasic. — Acid nitrobenzoate of 
ammonia added to asolution of sulphate of zinc, throws down a basic 
salt in the form of a gelatinous precipitate. (Mulder.) 


Mulder, 
até 130°. 
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3ZnO0,C4UNH'‘ZnO$8 .... 3188 ..... 100°00 


b. Monobasic. — The liquid filtered from a yields by evaporation, 
laminar crystals which give off 1861 p. c. (5 At.) water at 140°. 
(Mulder.) 
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Mulder. 
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Nitrobenzoate of Lead. —a. Basic.— Obtained by carefully preci- 
pitating the aqueous acid with basic acetate of lead, or nitrobenzoate of 
potash with the neutral acetate, and drying the white precipitate 
at 100°. 


Mulder 
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The same salt remains undissolved when 0 is washed. 

When nitrobenzoic acid is boiled with water and carbonate of lead, a 
large quantity of carbonic acid escapes, and two salts are produced, one 
of which is soluble while the other forms insoluble flakes. (Mulder.) 

b. Normal.— When a boiling saturated aqueous solution of nitro- 
benzoic acid is mixed with basic acetate of lead, till a permanent preci- 
pitate is formed, the liquid on cooling, yields even at 90°, stellate 
crystals which soon fill the entire liquid, so that it solidifies into a white 
mass; this must be thrown on a filter and pressed. A less concentrated 
solution yields on cooling more distinct crystals, which, when once 
formed, are insoluble even in the boiling liquid. — The same salt is 
produced when a solution of @ in acetic acid is dropped into a boiling 
solution of nitrobenzoic acid. 


Mulder, 
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Ferric Nitrobenzoate. — Obtained by precipitating a boiling solution 
of the acid with aqueous ferric chloride. Bulky flesh-coloured powder, 
insoluble even in boiling water. After drying in the air, it does not 
give off any water even at 135°. (Mulder.) 


[iO LA oe, RNS BOs 15°35) gon 15°23 
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Nitrobenzoate of Copper..— When a hot solution of the acid is mixed 
with acetate of copper, the liquid on cooling deposits a blue powder 
which gives off water at 130°, and part of its acid at the same time. 


Mulder 
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Nitrobenzoate of Silver. — Obtained by precipitating an ammoniacal 
solution of the acid with nitrate of silver, and pressing the precipitate. 
It passes through the filter in washing. (Mulder.) The precipitate is crystal- 
lised from hot water, then washed and the crystals dried. (Abel.) It 
crystallises from the aqueous solution inlamine having a pearly lustre 
(Mulder): 


Mulder. Plantamour. Abel. ae 
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BUNT Ac Oe, 2 274017... 100-008. 2e 100-00 


At 120°, part of the acid volatilises, the salt turns grey and continues 
to give off acid; at 250°, in close vessels the salt explodes, with formation 
of nitrobenzol and empyreumatic products. (Mulder.) 

By dry distillation, the salt yields a large quantity of nitrobenzol. 
(Mulder, Abel.) Heated on platinum foil, it melts and burns without 
detonation. (Mulder.) 


Nitrobenzoic acid dissolves in alcohol (Mulder) in less than 1 pt. of 
alcohol at 20°. (Mitscherlich; E. Kopp, Compt, chim. 1849, 149.) It 
dissolves readily in ether. 


Nitrobenzoate of Methyl. 
CEN Hi OF ==. C2HeO,C¥X 403: 


CHANcEL. Compt. chim. 1849, 179; also J. pr. Chem. 47, 142; abstr. 
Ann. Pharm. 72, 274. 
BERTAGNINI. Ann. Pharm. 79, 269; also V. Ann. Chim. Phys. 38, 478. 


Formation and Preparation. 1. When hydrochloric acid gas is passed 
through a boiling solution of nitrobenzoic acid in wood-spirit, till part of 
the wood-spirit is distilled off, the residue consists of two layers, the lower 
of which is nitrobenzoate of methyl, while the upper is a solution of the 
same compound in wood-spirit, whence it may be precipitated by water. 
The whole of the compound ether thus produced is shaken up with a hot 
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solution of carbonate of soda, repeatedly washed with cold water, pressed 
between paper, and crystallised from alcohol or from a mixture of alcohol 
and ether. — 2. A solution of chloronitrobenzoyl in wood-spirit soon 
deposits crystals of nitrobenzoate of methyl. (Bertagnini.) 

Small, white, nearly opaque, right rombic prisms, w : wu = 118° to 
120°, melts at 70°, boils at 279°. Has a very faint aromatic odour and a 
fresh taste. 


Chancel. 
WGC. Green 96 Do U4 mvecd 52°92 
We Set tn ces 1G igs, eed Ot see 7°87 
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Its reactions are exactly similar to those of nitrobenzoate of ethy]. 
It is insoluble in water, sparingly soluble in alcohol and in ether, 
somewhat more in wood-spirit. 


Nitrobenzoate of Ethyl. 
CPN H?O? —3CeH*O. Cex neO*. 


Mirscuerticn. Lehrb. 4 Aufl. 1, 221. 

EK. Kore. Compt. rend. 34, 615; also V. J. Pharm, 11, 427. 
CuanceL. Compé. chim. 1849, 177; also J. pr. Chem 47, 140. 
BERTAGNINI. Ann, Pharm 79, 269; also V. Ann. Chim. Phys. 33, 478. 
List & Limpricut. Ann. Pharm. 90, 206. 


Formation and Preparation. 1. An alcoholic solution of nitro- 
benzoic acid is continuously boiled with a small quantity of sulphuric 
acid, and the liquid is mixed with ammonia and precipitated by water. 
(Mitscherlich.) —2, Hydrochloric acid gas is passed through a boiling 
alcoholic solution of nitrobenzoic acid, and the process completed as in 
the preparation of the corresponding methyl-compound. (Chancel, 
EK. Kopp.) — 3. Benzoate of ethyl is added by drops and with constant 
stirring to a mixture of 1 pt. nitric acid and 2 pts. oil of vitriol, which 
must be kept cold; the mixture gradually poured into cold water; and 
the separated nitrobeuzoate of ethyl filtered off and crystallised from 
alcohol. (List & Limpricht.)— 4. A solution of chloronitrobenzoyl in 
strong alcohol yields by evaporation beautiful crystals of nitrobenzoate of 
ethyl. (Bertagnini.) 


Properties. Crystallises very beautifully in rhombic prisms. [Fig. 
61. L.] w:u== 122°. (Chancel.) Melts at 70° (Mitscherlich); 
47° (E. Kopp); at 42° (Chancel). Boils at 800° (Mitscherlich) ; 
at about 298°. (Chancel.) Has an aromatic odour (HE. Kopp) like 
that of strawberries (Chancel); has a fresh and somewhat bitter taste. 
(E. Kopp, Chancel). 


Chancel. 
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Decompositions. 1. With potash-ley, it is resolved with tolerable 
facility into alcohol and nitrobenzoic acid. —2. With ammonia, it 
readily forms nitrobenzamide and alcohol: 


CSNH°0O? + NH? = C4N?HSOS + CtHS02. 


3. When treated with hydrosulphate of ammonia, it forms amidobenzoate 
of ethyl. (Chancel): 


CS8NH°O% + 6HS = C8NH'UO* + 4HO + 68. 


Nitrobenzoate of ethyl is insoluble in water, but dissolves very easily 
in alcohol, especially if hot. 


Nitrohippuric Acid. 
C*N?H*0" = C*XAdH*0%, 


BertaGnini. Compt. rend. 31, 490; also WV. J. Pharm. 18, 351; 
J. pr. Chem. 51, 255.—Ann. Pharm. 78, 600; abstr. NV. J. Pharm. 
20, 71. 


Formation. 1, By the action of nitrosulphuric acid on hippuric acid. 
—2. Nitrobenzoic acid is converted into hippuric acid in the animal 
organism, and passes off as such in the urine. 6 grammes of nitrobenzoic 
acid may be taken for several days in succession without injury. 


Preparation. a. From Hippuric acid. — The solution of hippuric 
acid in cold fuming nitric acid is gradually mixed with an equal volume 
of oil of vitriol, care being taken to prevent the liquid from getting hot; 
the conversion is completed in two hours without any perceptible action. 
The liquid is mixed with three times its volume of water,—avoiding rise 
of temperature,—and after 12 hours, part of the nitrohippuric acid 
(amounting to half the weight of the hippuric aeid used) is deposited in 
needles; on mixing the mother-liquor with carbonate of soda till it 
begins to show turbidity, an additional quantity of the acid separates, 
The still yellowish acid is washed with cold water, converted into a 
potash-salt, then precipitated from the lukewarm solution by hydrochloric 
acid, and recrystallised from water.— b. From Urine after the exhibition 
of Nitrobenzorc acid.— ‘The strongly acid urine remains clear when mixed 
with hydrochloric acid after concentration at a gentle heat; if the liquid 
be then shaken up with ether and a little alcohol, the ethereal solution 
when left to evaporate, deposits brown crystalline nodules, which, after 
being freed from the mother-liquor and dried upon a tile, yield brownish 
needles by recrystallisation from hot water. These needles are boiled 
for five minutes with excess of milk of lime, the filtrate decomposed by 
hydrochloric acid, and the nitrohippuric acid recrystallised from hot 
water. 


Properties. The acid crystallises by evaporation from the alccholie 
solution in silky needles, which do not suffer any diminution in weight 
between 100° and 150°. It melts between 150° and 160°, into. a colourless 
liquid which crystallises on cooling. 
wol. X11 K 
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Bertagnini. 
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Decompositions. 1. Above 100°, it assumes a reddish colour and no 
longer solidifies in the crystalline form; the solution in hot water still 
yields on cooling crystals of the acid apparently unaltered. When 
gradually raised to a higher temperature, it gives off pungent cough- 
exciting vapours and sublimes in the crystalline form; when it is sud- 
denly exposed to a strong heat, the odour of oil of cinnamon becomes 
apparent. — 2. When boiled with five times its weight of concentrated 
hydrochloric acid, it is at first not attacked, but after an hour it is 
resolved into nitrobenzoic acid and glycocol. ~ 3, When nitric oxide gas 
is passed through a solution of the acid in strong nitric acid, a large 
quantity of gas is given off; and if, when no more gas escapes, even on 
the application of heat, the liquid be neutralised with ammonia, evapo- 
rated, precipitated with solution of sulphate of copper, and the precipitate 
decomposed by sulphuretted hydrogen, an acid is obtained which is 
different from nitrohippuric acid and probably consists of benzoglycolic 
acid. —4. Nitrobenzoic acid dissolves without decomposition in cold oil 
of vitriol; at a gentle heat, the colourless solution assumes a reddish 
tinge, and then on addition of water yields nitrobenzoic acid; at a 
stronger heat, it turns brown and nitrobenzoic acid volatilises. — 
5. Heated with strong potash-ley, it immediately assumes a yellow-brown 
colour, and gives off ammonia; at a higher temperature, it becomes 
purple-red and evolves hydrogen. —6. Heated with lime, it gives off a 
large quantity of ammonia and a reddish oil which sinks in water and 
smells like oil of cinnamon; no aniline can be obtained from this oil. — 
7. Sulphuretted hydrogen has no action upon the aqueous acid, but im- 
parts a reddish colour to the acid saturated with ammonia; and if the 
liquid be then supersaturated with sulphuric acid, a large quantity of 
sulphur separates out. Perhaps amidobenzoic acid may be formed in this reaction. 


Combinations. The acid is somewhat more soluble in cold water 
than hippuric acid, and dissolves in 271 pts. of water at 238°; the solubi- 
lity is increased by traces of foreign matter. In boiling water it dissolves 
readily, the solution becoming milky on cooling and yielding oily drops 
which afterwards crystallise. It dissolves easily in water containing 
phosphate of soda. 

The Nitrohippurates generally crystallise in needles and are for the 
most part soluble in water and in alcohol. Those of the alkalies detonate 
when heated and diffuse an odour of oil of cinnamon; those of the heavy 
metals give off when heated, an oil which smells very much like oil of 
cinnamon. 

Nitrohippurate of Ammonia. — The solution of the acid in ammonia 
suddenly becomes acid during the process of evaporation, and leaves a 
residue easily soluble in water and alcohol. 

Nitrohippurate of Potash.— The hot concentrated aqueous solution 
of the acid is neutralised with carbonate of potash, evaporated over the 
water-bath, and the residue exhausted with alcohol, which when eva- 
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porated, leaves the salt in crystalline crusts. From boiling alcohol, it 
separates in distinct crystals. It has an alkaline reaction, and dissolves 
readily in water and in weak alcohol, sparingly in strong alcohol. 

Nitrohippurate of Soda.— Prepared like the potash-salt. The slightly 
coloured crusts are washed with cold strongalcohol. The salt crystallises 
n needles from hot alcohol. It has an alkaline reaction, dissolves very 
easily in water, but is not so soluble in alcohol as the potash-salt. 

Nitrohippurate of Baryta.— When the acid is boiled with baryta- 
water and the excess of baryta precipitated by carbonic acid, the salt 
crystallises in needles as the liquid cools. 

Nitrohippurate of Lime.— The acid is boiled for a short time with 
milk of lime, filtered hot, and carbonic acid gas passed through the 
filtrate; the solution on cooling yields white needles which have no action 
upon litmus. Between 100° and 110°, it gives off 10°64 p.c. (3 At.) 
of water. 


xt Bertagnini. 
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Nitrohippurate of Magnesia. — When magnesia alba is dissolved in 
the hot concentrated aqueous acid, the solution yields a white crystalline 
mass easily soluble in water and alcohol. 

Nitrohippurate of Zinc. — A tolerably concentrated aqueous solution 
of nitrohippurate of lime mixed while lukewarm with chloride of zine, 
becomes filled after a while with needles which must be recrystallised 
from boiling water. Between 100° and 110°, the crystals give off 
17-85 p. «. (6 At.) water. The salt dissolves sparingly in cold water 
and alcoliol, somewhat more readily in the same liquids when hot. 
(Bertagnini.) 

Nitrohippurate of Lead. — The aqueous solution of the lime-salt 
forms with nitrate of lead a white heavy precipitate which immediately 
becomes crystalline. The salt precipitated in the cold gives off 12°30 
per cent. (5 At.) water at 100°; that which is precipitated at higher tem. 
peratures is anhydrous and very hygroscopic. (Bertagnini.) 


At 100°. Bertagnini. 
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Ferric Nitrohippurate.— Obtained by double decomposition. Yellow 
flakes soluble in boiling water. 

Nitrohippurate of Copper. — Concentrated aqueous solutions form 
with sulphate of copper a copious light blue precipitate; dilute solutions 
solidify after a while in the crystalline form. May be purified by washing 
with cold water and crystallisation from hot water. 

K 2 
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The pale green alcoholic solution deposits delicate, pale blue, silky 
needles which give off 14°93 p.c. (5 At.) water between 100° and 110°. 


Nitrohippurate of Silver. — The solution of the lime-salt mixed with 
nitrate of silver gradually yields erystals, or if highly concentrated, im- 
mediately forms a curdy precipitate which soon becomes crystalline. 
Slender needles which when moist quickly decompose on exposure to 
light, but remain unaltered if dry. It dissolves readily in hot water, 
and with tolerable facility in cold water and alcohol. 


Bertagnini. 
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Nitrohippuric acid dissolves readily in alcohol and ether. 


Nitrobenzoate of Bibromophenyl. 
C®N Bret 0? = CV Bri O06 4s B40. 


List & Limpricut. Ann. Pharm. 90, 208. 
Nitrobenzoate of Bibromocarbolic acid. 


Separates as a resin when finely pulverised benzoate of bibromophenyl 
is gradually added to nitrosulphuric acid which is kept cold; water added 
to the liquid scarcely throws down anything more. Crystallises from 
the hot alcoholic solution on cooling in small needles united in nodular 
masses; from a concentrated soltition, it separates as an oil. 

Melts between 90° and 100°, and otherwise agrees in its external 
properties with nitrobenzoate of binitrophenyl. 


List & Limpricht. 
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The benzoate of bibromophenyl used by List & Limpricht in the preparation of the 
substance analysed, was not quite pure. 


With alcoholic potash the salt forms nitrobenzoate and bibromocar- 
bolate of potash. 
It is insoluble in water, and sparingly soluble in hot alcohol. 
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Nitrobenzoate of Binitrophenyl. 
C*#N?H7016 — OP Xx TFC A F*O?. 
List & Limpricut. Ann. Pharm. 90, 200. 


Nitrobenzoate of Binitrocarbolic acid. 


Formation and Preparation. When finely pulverised benzoate of 
phenyl is gradually added to a mixture of 1 pt. nitric acid and 2 pts. oil 
of vitriol, it dissolves without evolution of red vapours, and if the acid 
is in large excess, the liquid remains perfectly clear, but when gradually 
poured into cold water, deposits a bulky yellowish precipitate. When a 
considerable quantity of benzoate of phenyl is added to the acid mixture, 
the liquid becomes suddenly mixed with small crystals; and, if these 
are drained on a funnel stopped with asbestos, the filtrate still yields a 
similar precipitate on being mixed with water. The crystals, or the mass 
precipitated by water, are washed with water as long as that liquid 
continues to take up acid, and afterwards with alcohol. 


Properties. White inodorous, more or less crystalline powder. Be- 
comes warm when heated, melts at 150° and solidifies into a yellow trans- 
parent glass, which becomes opaque after some time, or more quickly if 
heated, or by contact with a sharp body. It may be sublimed in a 
current of air, without previous ebullition. 


List & Limpricht. 
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CENPH/O'} ... 335d xn 100'00 


The substance analysed perhaps contained a portion of a compound containing 
only 2 At. NO#, and hence the amount of carbon and hydrogen appears too large. 


Decompositions. 1. The compound burns on platinum foil with a sooty 
flame, leaving a small quantity of easily combustible charcoal. When 
heated in a tube, it creeps up the sides and explodes. -—2. Heated 
with oil of vitriol, it yields nitrobeuzoic acid and binitrocarbolic acid. — 
3. With alcoholic potash, it forms nitrobenzoate and binitrocarbolate of 
potash. — 4. It dissolves with deep red colour in hydrosulphate of am- 
monia; and the solution evaporated over the water-bath leaves a dark 
violet-coloured resinous mass, which dissolves with deep purple colour, 
while sulphur remains behind. The hydrochloric acid solution evapo- 
rated over the water-bath, leaves deep blue nodular crystals which dis- 
solve in water, forming a yellow solution and leaving an indigo-coloured 
powder. ‘When the sulphuric acid solution is boiled with excess of 
oxalate of baryta or the hydrochloric acid solution with oxalate of silver, 
the solution yields brownish yellow needle-shaped crystals, which are 
obtained with less colour by recrystallisation from hot water, 
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Sulphide of Nitrobenzylene. 
C¥N EH? OS? 0 EX 


BertTaGnini. WV. Ann. Chim. Phys. 83, 473; Ann. Pharm. 79, 259. 


Schwefelnitrobenzen, Hydrure de benzoile nitrosulfuré, 


When sulphuretted hydrogen is passed through an alcoholic solution 
of nitrobenzaldide, a whitish powder separates, which must be digested 
in lukewarm water, then washed and dried in the air. 

Greyish white, light powder, which melts into opaque drops in boiling 
water. Inodorous in the cold, but when rubbed between the fingers it 
imparts an offensive and persistent smell. When boiled with water, it 
exhales vapours having an alliaceous odour. 


Bertagnini. 
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Decompositions, 1. By gentle heating with ordinary nitric acid, it 
is converted into a half-fused tumefied mass, which gives off abundance 
of nitrous vapours and soon dissolves completely, with formation of 
sulphuric acid and nitrobenzaldide or nitrobenzoic acid. With red 
fuming nitric acid, it becomes strongly heated, even to explosion when 
considerable quantities are used; as the solution cools, drops of bitter 
almond oil separate froin it, mixed with a small quantity of a yellow 
substance. —2. When ammoniacal gas is passed over sulphide of nitro- 
benzylene, a large quantity of sulphuretted hydrogen escapes, even in 
the cold, and ternitrohydrobenzamide is formed; similarly with aqueous 
or alcoholic ammonia. 

Sulphide of nitrobenzylene is insoluble in water. — It dissolves 
without blackening in warm oz of vitriol, whence it is precipitated by 
water. It does not dissolve in alcohol, but cakes together when boiled 


in it. It is insoluble in ether, but becomes tough and translucent when 
immersed in that liquid, 


Nitro-nucleus C*X?H4, 
Binitrobenzoic Acid. 
CUN2HtA0 = CUXxaHE Ot. 


Canours. WV, Ann. Chim. Phys. 25, 30; also J. pr. Chem. 46, 341; 
Ann. Pharm. 69, 241, 


Dinitrobenzoic acid. 


When a mixture of fuming nitric acid and oil of vitriol is heated to 
between 50° and 60°, and fused benzoic acid added by small portions, a 
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small quantity of gas is immediately given off and the benzoic acid 
dissolves, After the solution is complete, the liquid is gently warmed 
for about an hour, and as soon as it begins to show turbidity, it is cooled 
and mixed with water, the separated yellowish flakes washed with water 
till the wash-water no longer shows any acid reaction, then pressed 
between paper and recrystallised from boiling alcohol, If the heating 
with nitrosulphuric acid has not been continued long enough, the product 
must be again boiled with it. (Cahours.) According to Voit (Ann. 
Pharm. 99, 100) the mixture requires to be boiled for six hours, and the 
conversion is known to be complete by the liquid ceasing to give off red 
fumes: if the solution be then left to cool, the binitrobenzoic acid sepa- 
rates almost completely in shining crystals; but if the boiling be longer 
continued, vapours are given off which excite coughing, the liquid acquires 
a darker colour, and the acid which then separates on cooling is also 
coloured. 

The acid separates from its alcoholic solution by sudden cooling in 
iridescent laminz; by spontaneous evaporation from a dilute alcoholic 
solution, in short prisms having a strong lustre. It melts ata gentle 
heat, and when cautiously heated sublimes without decomposition in 
delicate needles. (Cahours.) 


Cahours. 
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Binitrobenzoic acid is converted by sulphuretted hydrogen into 
biamidobenzoic acid, C*Ad?H*O*% — Heated with alcohol and oil of 
vitriol, it yields binitrobenzoate of ethyl. (Voit.) 

The acid dissolves very sparingly in cold, more abundantly in boiling 
water, and the solution yields delicate needles on cooling. (Cahours.) 
Less soluble in water than nitrobenzoic acid. (Voit.) Dissolves with- 
out decomposition in oil of wtriol; ata higher temperature decomposition 
takes place. — It dissolves abundantly in hot nitric acid and separates 
on cooling in hard shining crystals. 


Binitrobenzoate of Ammonia. — The solution of the acid in aqueous 
ammonia yields on evaporation slender needles which have a silky lustre 
when dry. Dissolves readily in water, especially when hot. 


Cahours. 
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The potash and soda-salts behave like the ammonia-salt. (Cahours.) 
The acid dissolves with red colour in carbonate of soda. ( Voit.) 
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Binitrobenzoate of Baryta. — When the acid is boiled with water and 
carbonate of baryta and the liquid filtered hot, the baryta salt separates 
on cooling in yellowish crystalline nodules. 


Dried at 100°. Voit. 
C4N2H380U ow... 204°)" see re Do 
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CUX*HBa,O* .... 279°6 .... 100°00 


Binitrobenzoate of Lead, obtained by double decomposition, is 
sparingly soluble in water. 


Binitrobenzoate of Silver, — Obtained from the ammonia-salt by double 
decomposition. 


Cahours. 
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Binitrobenzoic acid dissolves with tolerable facility in cold alcohol 
and ether, easily in the same liquids when hot, (Cahours.) 


Binitrobenzoate of Ethyl. 
C®N?H*0" = CtH*°0,C¥X?H°0°, 


Canours. WV. Ann. Chim. Phys. 25, 30; J. pr. Chem. 46, 341; Ann. 
Pharm. 69, 241. | 
Voir. Ann. Pharm. 99, 105. 


When absolute alcohol is saturated with binitrobenzoic acid, an oil 
separates which solidifies on cooling, and of which an additional quantity 
is precipitated by water. The product is washed with water containing 
ammonia, and crystallised from hot alevhol. (Cahours.) — Binitrobenzoic 
acid heated with alcohol and oil of vitriol yields the ether in oily drops 
which solidify on cooling, and may be crystallised from hot alcohol 
whence it separates in a magma of long silky needles. ( Voit.) 

Long, slender needles, having a strong lustre and scarcely perceptible 
yellow colour. 


Cahours. 
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By strong potash-ley, especially when hot, it is quickly decomposed 
into alcohol and binitrobenzoic acid. — By digestion for several days 
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in alcoholic ammonia, the ether is converted into binitrobenzamide, 
C"X?A dH?,0?. — Sulphuretted hydrogen passed through the hot ammo- 
niacal solution of the ether, conyerts it, with separation of silver, into 
biamidobenzoic acid C*H*Ad?,O*, — When the ether is digested with sulphide of 


ammonium, a large quantity of sulphur separates, and the filtrate leaves on evaporation 
a crystalline mass which is probably biamidobenzamide. ( Voit.) 


Oxynitro-nucleus C“X HO, 


Anhydrous Nitrobenzoic Acid. 
Oe OG Nr) 
GerHARDT. WV. Ann. Chim. Phys. 37, 321; Ann. Pharm. 87, 158. 


8 pts. of dry nitrobenzoate of soda are heated to 150° with 1 pt. of 
chlorophosphorie acid, till the odour of chloride of benzoyl is no longer 
perceptible. After washing with cold water, there remains a white mass 
nearly insoluble in boiling alcohol or ether, less fusible than nitrobenzoic 
acid, but quickly converted into the latter when washed. 


Anhydrous Benzo-nitrobenzoic Acid. 
C®NH90” = O4XH!0%,0"H*0", 


GerHaRDT. WV. Ann. Chim. Phys. 37, 321; Ann. Pharm. 87, 158. 


Benzoic Nitrobenzoate, Benzo-nitrobenzoiec Anhydride, Benzoate of Nitrobenzoyl, 
Nitrobenzoate of Benzoyl. 


5 pts. of chloride of benzoyl are heated with 7 pts. of dry benzoate 
of soda, and the syrupy product, which crystallises on cooling, is heated 
with a small quantitv of water, washed with carbonate of soda, and 
dissolved in hot alcohol, whence the anhydride separates in the crystalline 
form on cooling. It is more stable than the preceding compound. 


Chloronitro-nucleus C*ClX Hé. 


Chloride of Nitrobenzoyl. 
CMCIN H4O® =: CUCLXHt,0? [= C¥XH*O?,Cl, 


Canours. WV. Ann. Chim. Phys. 23, 339; also J. pr. Chem. 45, 138. 
Bertaenini. WV. Ann. Chim. Piys. 33, 465; also Ann. Pharm. 79, 259, 


Chioronitrobenzoyl, Chlorure de benzoile nitrique. 


Formation and Preparation. 1. Nitrobenzaldide exposed to the 
action of chlorine gas in sunshine is quickly converted into chloride of 
nitrobenzoyl. (Bertagnini.) — 2. When nitrobenzoic acid is gently 
heated with pentachloride of phosphorus, a violent action takes place, 
and a yellowish liquid passes over into the receiver. The boiling point 
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of this distillate rises from 108°, at which temperature chlorophosphoric 
acid distils over, till it reaches 270°. The last portion is washed with 
cold water, dried over chloride of calcium and rectified, (Cahours.) 


Properties. Yellow, mobile liquid, heavier than water. Boils 
between 265° and 268°. (Cahours.) Smells like chloride of benzoyl. 
(Bertagnini.) 


Cahours. 
14 Co ee 84:0 A525 tet)... 45°06 
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Decompositions. 1. Chloride of nitrobenzoyl is insoluble in water, but 
is gradually converted into nitrobenzoic acid by water or moist air. — 
2. When heated with potash, it is quickly decomposed, yielding chloride 
of potassium and nitrobenzoate of pctash. — 3. With ammoniacal gas 
it becomes heated and forms a white crystalline mass possessing the 
properties of nitrobenzamide. (Cahours, Bertagnini.) The same reac- 
tion appears to take place with aqueous ammonia. (Bertagnini.) — 
4, With wood-spirit, it becomes heated and forms a solution which soon 
deposits crystals of nitrobenzoate of methyl. (Bertagnini.) — It dis- 
solves with rise of temperature in strong alcohol, and the solution when 
evaporated yields, besides hydrochloric acid, beautiful crystals of nitro- 
benzoate of ethyl. (Bertagnini.) —6. With aniline, it rapidly evolves 
hydrochloric acid gas, and forms a solid mass which crystallises from 
alcohol in shining needles and doubtless consists of nitrobenzanilide. 
(Bertagnini.) 

The compound dissolves without alteration in ether, even at the boiling 
point, and remains in drops when the ether evaporates. 


q. Chloronitrobenzoic Acid. 
CYCINH*0S = "CCl XHe O04) 


Limpricut & v. Ustar. Ann. Pharm. 102, 261. 


Nitrochlorbenzoescéure. 


Chlorobenzoic acid dissolves slowly in fuming nitric acid, and the 
solution if mixed with water after a few hours, does not yield any 
immediate precipitate, but continues for several days to deposit trans- 
parent colourless plates of chloronitrebenzoic acid. 

The crystals dissolve readily in alcohol and ether, and from the 
ethereal solution the acid crystallises in prisms. In water it melts when 
warmed, and dissolves at the boiling heat, but does not separate out again 
on cooling. The dry acid melts at 118°. 


Chloronitrobenzoate of Baryta. — C“C1XH®BaO! + 2Aq. — Very 
soluble, nodular crystals which give off 6-4 p.c. (2 At.) water at 100°. 


—_—  —_ 
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Chloronitrobenzoate of Silver. —C*CIXH®AgOt+ Aq? —Nitrate of 
silver added to the concentrated solution of the acid, throws down small 
shining laminz, which do not blacken when the liquid is boiled, and 
dissolve pretty readily in water, 


Limpricht 
& v. Uslar. 
CUCEN BOs nc... 200°4 63°1 
ALU RUM ad Mashetceanteeeas 108°1 SA TOs. 33°38 
HOM tes. Beales oaks 9°0 2°8 


CPCEXOAgO?) + Aq ..tol7:p  .4c L000 


Chloronitrobenzoate of Ethyl. — Chlorobenzoate of ethyl (p. 115) 
dissolves in a mixture of 2 pts. oil of vitriol and 1 pt. strong nitric acid, 
and the solution mixed with water after 24 hours, deposits an oil which 
erystallises after a while and doubtless consists of chloronitrobenzoate of 
ethyl. It dissolves in alcohol, and separates from in solution in large, 
transparent, colourless crystals. (Limpricht & v. Uslar.) . 


Amidogen-nucleus C*AdCH?, 


Benzamide. 
C“NH'0? = C¥AdH5,0?. 


Wouter & Liepic. (1832,) Ann. Pharm. 3, 268; also Pogg. 26, 465. 

Winckier. Lepert. 48, 206. 

Feuting. Ann. Pharm. 28, 48. 

Scowarz. Ann. Pharm. 75, 198. 

Laurent. Jeev. scientif. 16, 391. 

Dessaicnes. JV. Ann. Chim. Phys. 34, 146; also Ann, Pharm. 82, 234; 
also J. pr. Chem. 55, 432. 

GerRHARDT & Cuiozza. Gerh. Traité. 3, 268. 


Formation. 1. By heating anhydrous benzoic acid with ammonia. 
(Gerhardt, p. 95) —2. By the action of ammonia on bromide, chloride or 
cyanide of benzoyl. (Wohler & Liebig.) By the action of chloride of 
benzoyl on carbonate of ammonia. (Gerhardt.) —3. Benzoate of ethyl 
in contact with aqueous ammonia forms benzamide, slowly at ordinary 
temperatures, more quickly at 100° ina sealed tube. (Dumas, Compt. 
rend. 25, 7384.) —4. By boiling hippurie acid with water and peroxide 
of lead. (Fehling.) 


Preparation. — 1. Chloride of benzoyl absorbs dry ammoniacal gas 
with very great rise of temperature, and becomes converted into a white 
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solid mass of sal-ammoniac and benzamide, which must be repeatedly 
comminuted, in order that none of the chloride of benzoyl may be 
enclosed within it and so escape the action of the ammonia. The sal- 
ammoniac is extracted by cold water and the benzamide crystallised 
from boiling water. Under certain circumstances, especially when the 
chloride of benzoyl contains excess of chlorine, there is formed, on saturat- 
ing the liquid with ammonia, an oily body having the odour of bitter 
almonds, which imparts to the benzamide the property of melting into an 
oil before dissolving when heated with water, and separating again from 
the solution in oily drops which do not solidify till after some time. If 
the quantity of ammonia passed into the chloride of benzoyl is not sufli- 
cient to complete the reaction, the benzamide, when treated with water, 
is decomposed by the hydrochloric acid resulting from the decomposition 
of the chloride of benzoyl. (Wohler & Liebig.) — 2. When an alco- 
holic solution of chloride of benzoyl is mixed with aqueous ammonia, a 
copious crystalline precipitate is somewhat quickly formed, consisting of 
benzamide, which may be purified by pressure and repeated crystallisa- 
tion. (Laurent.) — 3. Chloride of benzoyl is triturated with excess of 
commercial carbonate of ammonia; the mixture gently heated and then 
washed with cold water; and the residual benzamide crystallised from 
boiling water or alcohol. (Gerhardt.) ; 

4, Bitter almond water is distilled with hydrochloric acid ; the distillate mixed with 
strong hydrochloric acid ; and the liquid evaporated over the water-bath. The resicue 
is a thick oil, which, on cooling, solidifies into a soft crystalline mass ; and this, when 
exhausted with cold ether and several times washed, leaves a greyish white residue, 
which is obtained pure by crystallisation from hot alcohol.—Benzamide may also be 


obtained from the residue of the distillation of bitter almond water with hydrochloric: 


acid. (Winckler.) 

5. Hippuric acid is boiled with water and peroxide of lead, and the 
resulting hippurate of lead decomposed from time to time by dilute sul- 
phuric acid, avoiding an excess. When the evolution of carbonic acid 
has ceased, and the oxide of lead still in excess remains unaltered, the 
solntion is filtered hot; the filtrate decanted from any: hippuric acid that 
may crystallise out before cooling, and evaporated; the white granular 
residue dissolved in water; and the solution filtered from any hipparaffin 
that may be present; the filtrate then yields, on cooling and further 
evaporation, indistinct crystals of benzamide. (Fehling, Schwarz.) 


Properties. When a hot aqueous solution of benzamide is left to cool 
slowly, the entire liquid solidifies to a white mass consisting of fine needles 
having a silky lustre. After a day or more, separate cavities form in 
this mass, containing one or more large erystals into which the silky 
modification has been converted. This transformation extends gradually 
through the entire mass. When the boiling solution is slowly cooled, 
the benzamide separates in lamine having a pearly lustre. (Wohler & 
Liebig.) — The finest crystals are obtained from a solution in weak 
ammonia or potash; such a solution, when sufliciently concentrated, soli- 
difies on cooling in a mass of slender needles, which gradually change 
into large shining crystals. The aqueous solution yields only the latter. 
(Schwarz.) — Transparent right rhombic prisms having a strong pearly 
lustre; the oblique lateral edges are truncated by a face to which the 
cleavage-plane is parallel, and on which the bevelling-faces are set at 
right angles. (Wéhler & Liebig.) Large oblique rectangular table 
(Fig. 92). ¢:¢ = 108° 380’; ¢: m = 117°; ¢ is rectangular and predo- 
minates; ¢ and m are very narrow. (Laurent.) Inodorous. Melts at 
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115° (at 100° according to Schwarz), forming a transparent colourless 
liquid which on cooling solidifies in a crystalline mass composed of large 
laminze and frequently penetrated with cavities enclosing well defined 
crystals, (Wohler & Liebig.) — Volatilises a little above its melting 
point. (Schwarz.) May be distilled without alteration and gives off 
vapours having a faint odour of bitter almonds, (Wohler & Liebig.) 
The contents of the retort turn brown during the distillation. (Schwarz.) Its taste 
is faintly bitter and aromatic. (Schwarz.) 


Wohler & Liebig. Fehling. Schwarz. 
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= NH?,C4H°O? = ammonia in which ] At. H is replaced by benzoyl. 


Decompositions. 1. Benzamide is very inflammable and burns with a 
sooty flame. — 2. The vapours passed through a narrow red-hot tube, 
pass over for the most part undecomposed, and without deposition of 
charcoal; but the benzamide which passes over is mixed with a peculiar 
oil, which is lighter than water, and insoluble therein, has a sweetish 
aromatic odour and very sweet taste, burns with a bright flame, and is 
not decomposed by acids, alkalis, or potassium, (Wohler & Liebig.) — 
The vapours of benzamide passed through a tube filled with pumice-stone, 
yield at a moderate heat, hydrogen, nitrogen, carbonic oxide and benzol. 
(Barreswil & Boudault, V. J. Pharm. 5, 268.) — 3. Benzamide dissolves 
in strong acids at the boiling heat, and the solution on cooling deposits 
crystals of benzoic acid, the quid retaining the ammonia-salt of the acid 
employed. — 4. By the action of pentachloride of phosphorus on benza- 
mide, benzonitrile is produced. (Cahours, Compt. rend. 25, 725); 


CENH{O28+— PCP = CYNE? + PCPO? 72H Cl. 


5. Benzamide boiled with aqueous potash gives off ammonia and forms 
benzoate of potash. (Wohler & Liebig.) Dilute alkalies do not act on 
benzamide even when heated with it. (Schwarz.) — 6. Anhydrous 
baryta heated with benzamide, is brought into a kind of fusion, and 
appears to be converted into hydrate; at the same time ammonia is 
given off, together with the sweetish oil produced in (2). (Wéhler & 
Liebig.) —7. When benzamide is fused with potassium, no ammonia is 
evolved, but cyanide of potassium is formed together with the sweetish 
oil just mentioned. (Wohler & Liebig.) — The formation of cyanide of 
potassium in this case is due to a secondary reaction. (Dumas, Malaguti 
& Leblane, Compt. rend. 25, 660.) — 8. When benzamide is boiled with 
peroxide of lead and sulphuric or hydrochloric acid, a colourless filtrate is 
obtained which when mixed with ammonia and exposed to air, turns 
brown and deposits a mould-like substance. (Schwarz.)— When benza- 
mide is heated with 2 At. of benzoic anhydride, benzoic acid and benzo- 
nitrile are produced; 


CENT O79 eC Os = 2C'H4O* + CAN. 


10. Benzamide heated with chloride of benzoyl yields benzoic acid, benzo- 
nitrile and hydrochloric acid. (Gerhardt & Chiozza): 


CMNH’O0? + C4HPC1O? = CHHSO* + C4NH? + CIH. 
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Combinations. Benzamide dissolves very sparingly in cold, but 
abundantly in boiling water. 


Benzamide with Bromine. — C4AdH*O? + 2Br.—Benzamide dissolves 
in bromine without evolution of hydrobromic acid. After 14 days in 
winter, the liquid deposits raby-coloured crystals which gradually 
give off bromine on exposure to the air, and are decomposed slowly 
by water, immediately by ammonia, with separation of benzamide. 
(Laurent.) 


Laurent. 
CUNHIO2 5 3 yal 43°06 
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With Hydrochloric Acid. — Benzamide dissolves readily in warm con- 
centrated hydrochloric acid, and the solution om cooling deposits long 
aggregated prisms, which exhale hydrochloric acid on exposure to the 
air, and give off the whole of that acid in a few days, becoming opaque at 
the same time. After recent pressing between paper, they contain 20°46 
per cent. of hydrochloric acid; (the formula C*NH'’O?,HCl requires 
23°17 per cent). (Dessaignes.) 


The aqueous solution of benzamide dissolves small quantitiés of oxide of 
copper and oxide of silver. It dissolves mercuric owide in large quantity, 
and the saturated solution solidifies in a crystalline mass. If the mass 
coloured by excess of mercuric oxide be treated with hot alcohol, the 
solution filtered from the mercuric oxide yields on cooling, white shining 
lamin, which may be washed and dried at 100°. (Dessaignes.) 


Dessaignes. 
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Chloride of benzoyl acts on this compound with great violence, even 
if artificially cooled, producing benzoic acid, benzonitrile and chloride of 
mercury. (Gerhardt & Chiozza) ; 

C4NH®HgO? + O¥4HSCIO? = CMH6Ot + C4NH5 + HegCl. 

Benzamide dissolves readily in alcohol and in boiling ether, whence it 
separates in beautiful crystals (Wohler & Liebig.) 


Amidobenzoic Acid. 
C™NH'0! = C¥AdH4,04, 


Zintn. (1845.) J. pr. Chem. 36, 103. 

CHANCEL. Compt. rend. 28, 422. 

GERLAND. Ann. Pharm. 86, 143; 91, 185. 

Voir. Ann. Pharm. 99,100; Chem. Soc. Qu. J. 9, 268: 
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Benzamic Acid, Carbanilic acid.—Gerland showed in 1853 that amidobenzoic 
and carbanilic acids are identical, but differ from anthranilic acid which is isomeric 
with them.—The term benzamic, generally applied to this acid, is inappropriate, 
because it is not really the amidogen-acid of benzoic acid ; in fact, it is only the radicals 


of bibasic acids that can form amidogen acids properly so-called (vid. Gerhardt, 
Traité, iv, 668). 


Pormation and Preparation. a, (Amidobenzoie acid.)—1. When an 
alcoholic solution of nitrobenzoic acid is saturated with ammonia and 
sulphuretted hydrogen and then boiled, the liquid acquires an olive- 
green colour, then becomes turbid and deposits a large quantity of sulphur, 
and ultimately becomes transparent and of a yellow colour. In order to 
decompose the nitrobenzoi¢ acid completely, the liquid is decanted from 
the sulphur; again mixed with the alcoholic hydrosulphate of ammonia 
which has been distilled off; once more saturated with sulphuretted 
hydrogen; and several times distilled. This series of operations is re- 
peated two or three times till no more sulphur separates. The residual 
alcoholic liquid is mixed with water; boiled to expel completely the 
alcohol and sulphuretted hydrogen ; then evaporated to a syrup and 
supersaturated with strong acetié acid, whereupon it solidifies to a 
thick yellow pulp, which is left to drain on a filter, pressed between 
paper, dried on a tile, dissolved in hot water, decolorised by animal 
charcoal, and filtered at the boiling heat. (Zinin.)—2. Gerland dis- 
solves nitrobenzoic acid in excess of aqueous ammonia, saturates with 
sulphuretted hydrogen, and boils the liquid, keeping it all the while 
excluded as completely as possible from the air, and passing sulphuretted 
hydrogen through it till that gas is no longer absorbed. The solution 
decanted from the separated sulphur and neutralised with acetic acid, 
deposits nearly colourless amidobenzoic acid, which may easily be ob- 
tained pure by repeated crystallisation from water. — 4 3. Nitrobenzoic 
acid is digested with iron filings and acetic acid, whereupon a brisk 
action takes place attended with rise of temperature; the mass is then 
heated for some time over the water-bath, digested with aqueous 
carbonate of soda, and filtered; the filtrate neutralised with acetic 
acid, and precipitated with acetate of lead; the resulting precipitate 
of amidobenzoate of lead decomposed by sulphuretted hydrogen ; 
and the acid obtained in the crystalline state as above. Ferrous 
acetate appears to exert upon nitro-acids in general the same reducing 
action as hydrosulphate of ammonia. (Boullet, Compt. rend. 48, 399; 
see also Schiff, Ann. Pharm. 101, 94.) 

b. (Carbanilic acid.) — Carbanilamide (xi, 303) is boiled with strong 
potash-ley as long as ammonia continues to escape. If the liquid be 
then supersaturated with acetie acid, the carbanilic acid ecrystallises out 
on cooling. (Chancel.) 


Properties. Small white crystalline nodules and spherules. Has a 
rather sweet and sourish taste and reddens litmus strongly. (Zinin.) 
Orange-yellow needles. (Chancel.)— The acid prepared according to 
a, 1, is obtained in needles by evaporating its solution to dryness with 
potash and precipitating the redissolved salt with acetic acid, or b: 
heating its solution or that of one of its salts somewhat above 100°. 
The acid prepared according to 6, erystallises in nodules from the 
ammoniacal solution after addition of acetic acid. By the process 
a, 2, it is obtained in hard crystalline masses or transparent necdles, 


(Gerland.) 


144 BENZYLENE: AMIDOGEN-NUCLEUS C#AdH®, 


Zinin 
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Decompositions. 1. Amidobenzoic acid in the state of solution 
quickly decomposes when exposed to the air and yields a brown resinous 
substance. (Zinin.)—2. When heated, it melts, gives off white irritat- 
ing vapours having the odour of benzoic acid, and leaves a bulky easily 
combustible charcoal; part of the acid sublimes undecomposed. (Zinin.) 
— 38. Carbanilic acid heated with spongy platinum is resolved into aniline 
and carbonic acid. (Chancel.) —4. It is not attacked by ordinary nitric 
acid at the boiling heat; in fuming nitric acid it dissolves with blood-red 
colour, and on boiling gives off red vapours, the liquid turning yellow and 
being afterwards no longer precipitated by water. The liquid neutralised with 
ammonia forms with lead-salts, an ochre-yellow precipitate, with copper-salts, a green, 
and with silver-salts a red-brown precipitate. (Zinin.) Fuming nitric acid con- 
verts amidobenzoic acid into picric acid. (Gerland.) — 5. When n’trous 
acid is passed into an aqueous solution of amidobenzoic acid, nitro- 
gen gas free from carbonic acid is evolved, and a red amorphous pre- 
cipitate formed, which becomes scarlet when dry, is insoluble in 
water and alcohol, cakes together in resinous lumps when boiled with 
water, but is dissolved with red colour by caustic alkalies or their car- 
bonates, and reprecipitated in its original state by acids. This precipi- 
tate contains from 58:0 to 59°8 per cent. of carbon and from 3°9 to 8°4 
per cent. of hydrogen. Its solution in ammonia forms with acetate of 
lead, sulphate of copper and nitrate of silver, brown amorphous precipi- 
tates; the lead-compound contains from 38 to 49 per cent. of lead-oxide; 
the silver compound, from 41°9 to 51:5 of silver-oxide.— The red pre- 
cipitate dissolves in strong acids and is precipitated without altera- 
tion by water. — If the action of the nitrous acid be longer continued, 
complete solution takes place; and the red-brown liquid, which has an 
unpleasant, somewhat bitter taste, yields after being evaporated to a 
syrup, crystals of oxybenzoic acid (C%H%O*) having a fine yellow colour. 
(Gerland.) — 6. Amidobenzoic acid forms with cold ot! of vitriol a 
colourless solution, which turns yellow when heated, is decolorised by 
addition of water, and when neutralised, yields with cupric salts a preci- 
pitate having the green colour of malachite. (Zinin.) — With oil of 
vitriol it forms sulphanilic acid. (Chancel, Gerland.)— 7. Amido- 
benzoic acid boiled with water and peroxide of manganese is converted 
into benzoic acid. The liquid acquires an intense red colour and gives 
off nitrogen gas together with traces of carbonic acid: and if, after 
several days boiling, the colouring matter be precipitated by acetate of 
lead, the filtered solution deposits on cooling crystals of benzoate of lead. 
A similar action but much more rapid is produced by permanganate of 
potash. (Gerland.) —8. A mixture of chromate of potash and sulphuric 
acid acts with great violence on amidobenzvic acid; the evolved gases 
certain carbonic acid. (Gerland.)— 9. Hot aqueous amidobenzoic acid 
absorbs chlorine gas in large quantity, and the saturated liqnid contains 
hydrochloric acid and benzoic acid. Amidobenzoic acid dissolved in 
alcohol is converted by chlorine into a black resinous substance which is 
insoluble in water, dissolves with deep violet colour in alcohol, and forms 
sparingly soluble saline compounds with metallic oxides. (Zinin. ) 
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Combinations. Amidobenzoic acid dissolves sparingly in cold, abun- 
dantly in boiling water. (Zinin.) 


Sulphate of Amidobenzoic acid. — Dry amidobenzoic acid dissolves 
with evolution of heat in oil of vitriol, and forms a colourless liquid 
which may be heated to the boiling point without decomposing, and on 
cooling solidifies in a mass consisting of needles having a diamond lustre; 
by repeated crystallisation from hot water or alcohol, the compound 
may be obtained colourless. It remains unaltered in contact with the 
air. The solution has an intensely sweet taste. (Gerland.) 


Gerland. 
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By hot water it is gradually resolved into sulphuric and amidoben- 
zoic acids. With bases it yields a sulphate and an amidobenzoate. 


(Gerland.) 


Nitrate of Amidobenzoie acid. — Amidobenzoic acid dissolves in heated 
nitric acid without evolution of gas ; and on cooling, the compound 
separates in small crystalline scales. The excess of nitric acid is evapo- 
rated over the water bath and the residue repeatedly crystallised from 
water. Thin laminze permanent in the air, and easily soluble in water 
and alcohol. The aqueous solution gives with sulphuric acid and proto- 
sulphate of iron, the reaction of nitric acid. 


Gerland. 
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C4NH/014,NO°H.... 200 .... 100 


Hydrochlorate. — On adding strong hydrochlorie acid to the liquid 
obtained by treating nitrobenzoic acid with sulphide of ammonium, after 
it has been decanted from the precipitated sulphur and evaporated, 


_hydrochlorate of amidobenzoic acid separates in needles united in 


nodular groups. (Voit.)— With bichloride of platinum it forms the 
platinum-salt C4NH’O*4HCILPtCl. (Cahours, Ann. Pharm. 103, 88.) 

Amidobenzoic acid expels carbonic acid from its compounds. The 
amidobenzoatés are for the most part soluble in water, and crystallisable. 
The amidobenzoates of the alkalis heated with hydrate of potash or 
lime, give off carbonic acid and aniline (Chancel), and a large quantity 
of ammonia. (Gerland.) ‘ 

@. Amidobenzoate of Soda. C*AdH*NaO*. — The hot aqueous solution 
of the baryta-salt is precipitated by an equivalent quantity of sulphate 
of soda; the filtrate evaporated nearly to dryness; the residue mixed 
with alcohol; and the resulting white crystalline magma pressed between 
| paper and dried at 100°. When examined by the microscope it appears 
to consist of needle-shaped crystals. ( Voit.) 

OL. X10: L 
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Amidobenzoate of Baryta, C4AdH*BaO*.— The aqueous solution of 
hydrochlorate of amidobenzoic acid is digested with carbonate of baryta 
till the acid reaction disappears, and the hot-filtered liquid is evaporated 
over the water-bath; it then, at a certain degree of concentration, deposits 
large pale reddish prisms, which cannot be completely decolorized even 
by repeated crystallisation, but nevertheless yield a perfectly white 
powder, (Voit.) . 


At 100°, Voit. 
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Amidobenzoate of Strontia. —C“%AdH*SrO*4+2Aq.— The aqueous 
solution of the baryta-salt is precipitated with sulphuric acid; the filtrate 
mixed with a sufficient quantity of hydrate of strontia to produce a 
slight alkaline reaction, and evaporated. It then yields prismatic crys- 
tals which have a faint reddish colour, but may be decolorised by recrys- 
tallisation from alcohol, They give off 8°78 p.c. (2 At.) water at 100°, 
and are easily soluble in water, sparingly in alcohol. (Voit.) 


At 100°. Voit. 
CEN EES aes 125 dae a1. UL 
ST ED Nie sh ness costes D2 ceo DO. skasaces 28°58 
CEN SrO"™ ce 180... 100°00 


Amidobenzoate of Lime. C4AdH*Ca0*.— When hydrochlorate of 
amidobenzoic acid is boiled with milk of lime and the filtrate evaporated 
the concentrated liquid yields delicate white needles which turn red on 
exposure to the air. They are purified by repeated crystallisation from 
hot alcohol, and pressure between paper. ( Voit.) 


At 100°. Voit 
CIN F809 vig: caves shes 128) >i... 82°05 
CER G 558 ure 0 ies ts 23 is tod 720 Rom, te 17°61 
CUEING a ex cxestes 156 s+ 100°00 


Amidobenzoate of Magnesia. C*AdH‘Mg0‘+7Aq. — Obtained by 
decomposing the baryta-salt with sulphate of magnesia. Large, trans- 
parent, six-sided prisms with oblique truncated faces. After drying over 
sulphuric acid they give off 29°36 p.c. (7 At. ) water at 100°, 
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At 100°. Voit. 
CEN HPO 8s L 28:07) nce 86°08 
MgO 6. ties 2USE ema 28 a 13°54 


C4UNH®MgO? 148-7 .... 100°00 


The salt decomposes rapidly when exposed to the air. (Voit.) 4. 

With protoxide of lead, amidobenzoic acid forms three salts: (a.) Pul- 
verulent, insoluble in water; (d.) Sparingly soluble needles; (c.) Shining 
needles which dissolve with greater facility. 

The copper-salt has the colour of malachite; is insoluble in water and 
alcohol, but dissolves readily in the stronger acids. 


Amidobenzoate of Siluer.— Amidobenzoate of ammonia forms with 
nitrate of silver a white curdy precipitate which soon becomes crystal- 
line. It dissolves in alcohol and ether more readily than in water, 
assumes a blue-violet tinge when immersed in boiling water, but does not 
dissolve (Zinin); it dissolves pretty readily in hot water, and crystallises 
on cooling in somewhat elongated scales. (Chancel.) 


Chancel. 
1A. Cosette oom 84°0 Dae Ale Bosses: 34°16 
ING eres 14°0 GS 
is Ree es 7S 6°0 ZOU cats.s 2°59 
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CMAdHtAgO! .... 24471... 100-00 


The salt decomposes when heated above 100°. (Chancel.) It blackens 
when heated, melts, swells up, gives off irritating vapours, and leaves 


a carbonaceous residue which easily burns away to metallic silver. 
(Zinin.) 


Benzimic Acid. 
LAvRENT. Compt. mens. 1, 37. 


When an alcoholic solution of bitter almond oil saturated with ammonia, is mixed 
with water after standing for 48 hours, the water takes up benzimate of ammonia. On 
dezanting the liquid and neutralising with hydrochloric acid, benzimic acid separates on 
cooling, in beautiful, slender white silky needles, which melt when heated and cannot be 
distilled without decomposition. 


Amidobenzoate of Methyl. 
CHANCEL. Compt. rend. 30, 751. 


Benzamate of Methyl, Benzaminformester, Ether carbanilique de methylene, 
Carbanilmethylane. 


Produced by treating nitrobenzoate of ethyl with hydrosulphate of 
ammonia. Its properties are similar to those of amidobenzoate of 
ethyl. 

L 2 
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Amidobenzoate of Ethyl. 
CHANCEL. Oompt. rend. 30, 751. 


Benzamate of Ethyl, Benzaminvinester, Ether carbanilique de l’alcohol, Car- 
banilethane. 


When a small quantity of hydrosulphate of ammonia is added to an 
alcoholic solution of nitrobenzoate of ethyl, a copious precipitation of 
sulphur takes place; and on adding water to the liquid, after it has been 
heated to complete the decomposition, amidobenzoate of ethyl is preci- 
pitated in the form of a colourless oil, which may be purified by repeated 
solution in alcohol and precipitation by water. (Chancel.) The same 
reduction may be effected with metallic iron and acetic acid. (Schiff, 
Ann. Pharm. 99, 118.) 

The alcoholic solution treated with potash yields amidobenzoate of 
potash. 


Thiobenzamide. 
CUN BIS? — CeAdHE Be 


Canours. Compt. rend. 27, 329; also J. pr. Chem. 43, 354. 
Schwefelbenzamid, Benzamide sulfur€. 


When a solution of benzonitrile in slightly ammoniacal alcohol is 
saturated with sulphuretted hydrogen, the liquid soon assumes a brownish 
yellow colour; and if, after some hours, it be boiled down to + and mixed 
with water, it deposits yellow flakes, which dissolve in boiling water and 
crystallise on cooling in long sulphur-yellow needles having a silky lustre. 


Cahours. 
14°C ce 84 61230". ee. 61°22 
IN cee 14 O° 22 10°34 
TEA os, Medcoxade 7 Dold te. te Dele 
28 oe Pe ng BRE A 2achu 
C'4NH/7S? ........ MEE 100:002 eee. 100°00 


q. Tribenzylamine. 
C#N H?! —_ Ctra a NGG git kay yas bk 


CANNIZZARO. Cimento, 3, 397. 


When chloride of benzoyl, C“%H"Cl, and alcoholic ammonia are heated 
together in a sealed tube to 100°, ammoniacal gas passed into the liqnid 
after. cooling, the resulting precipitate exhausted with ether, and the 
ethereal solution left to evaporate, tribenzylamine [(CH’)°N,] is 
obtained in shining lamin, which melt at 91-3° to a colourless liquid 
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and at 360° are partly volatilised, partly decomposed. The compound 
is alkaline and forms with hydrochloric acid a salt which is sparingly 
soluble in cold water, more soluble in boiling water, and crystallises from 
the solution in needles. The solution of this salt mixed with bichloride 
of platinum, forms chloroplatinate of tribenzylamine C?H*N,HC1,PtCl?, 
which erystallises in orange-coloured needles. 

Tribenzylamine dissolves sparingly in cold water and alcohol, more 
readily in boiling alcohol, and still more in ether. The solutions have an 
alkaline reaction. 


4] Amidogen-nucleus C*Ad*?H*. 


Biamidobenzoic Acid. 
C“NH®0! = C“A@H4 04, 


Voit. Ann. Pharm, 99, 106; Chem. Soc. Qu. J. 9, 271. 


Formation and Preparation. By the action of hydrosulphate of 
ammonia on binitrobenzoic acid (p. 135). Sulphuretted hydrogen is 
passed for some time through a hot ammoniacal solution of binitrobenzoic 
acid; the solution filtered from sulphur, evaporated over the water-bath, 
supersaturated with hydrochloric acid and filtered hot; the crystals of 
hydrochlorate of biamidobenzoic acid which separate on cooling, con- 
verted into sulpbate by digestion in sulphuric acid; and the sulphate 
decomposed by carbonate of baryta. The filtrate, which contains the 
free biamidobenzoic acid, is then evaporated, first over the water-bath 
and then over oil of vitriol. 


Properties. Small greenish acuminated crystals, tasteless and with- 
out action on vegetable colours; they melt and blacken at about 195°, 
and cannot be sublimed. 


Decompositions. Biamidobenzoic acid heated to 100° in a sealed tube 
with iodide of ethyl, becomes solid; but on adding hydrochloric acid to 
the aqueous solution of the solid mass, white needles are obtained con- 
sisting merely of hydrochlorate of biamidobenzoic acid; no biamidoben- 
zoic ether appears to be formed. — Nitrous acid vapour passed for several 
days into a hot aqueous solution of biamidobenzoic acid, forms a red 
resinous, uncrystallisable mass, which has not been further examined. 


Combinations. The acid dissolves readily in water. — Thongh called 
an acid, it exhibits rather basic than acid properties; for it does not 
combine with bases, but forms crystallisable compounds with acids. It 
will be observed that amidobenzoic acid, formed from benzoic acid by the 
substitution of 1 At. NH? for H, exhibits basic as well as acid properties, 
while in biamidobenzoic acid, in which 2H are thus replaced by 2 At. NH?, 
the basic character is still more marked. 


Sulphate of Biamidobenzoie acid. — When the hydrochlorate is dis- 
solved in dilute sulphuric acid and the solution concentrated, brownish 
tables and lamine are deposited, which may be obtained nearly colourless 
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by crystallisation from alcohol. They dissolve readily in water, some- 
what less in alcohol; the solutions decompose very easily, and appear 
brownish yellow by transmitted, grass green by reflected light. 


Dried over oil of vitriol. Voit. 

1A Ce aise ine neta jo RR RL I i) MBs a? 34°33... 3=— 33°55 
LOVED. SIRO B LO Gx, 2 aOOE 0... BR: 4:65 4.0/9 493 

BAN i hahewres Biledepsenoc 29 uh. tbh 20 36 -ivaa 41°29. x 5537) 1094 

OV icederelteacticeipass oa Meee erie |! P71) ROE ee 17°48 .cetlda 
PN, ah mam ty Sr Baty ol. Remi rman s big 8 Dts O2°29 «2. o2°00 
OMAGH 40425041. 200 Is 10000. ga.4a: 100°00__..... 100°00 

Hydrochlorate. — The impure compound prepared in the manner 


already described may be purified by dissolving it in a small quantity of 
water and adding strong hydrochloric acid, whereupon either white 
needles are immediately deposited, or a flocculent precipitate is formed 
which afterwards changes to the same needles: if these are not quite 
pure, the operation must be repeated. — The compound dissolves very. 
easily in water, alcohol and ether; the aqueous solution decomposes on 
exposure to the air, depositing black flocks. The dry compound melts 
when heated, then decomposes, and yields a sublimate of sal-ammoniac. 


At 60°. Voit 
CUN?ZHB804 ooo. ceeeee L520, Se 10 
2 HO Bie eee, Me 7 2PQS | EBA es. 31°83 
CeAGHH Ot ZOOL. 224'4 .... 100°00 


The salt for analysis was pressed between paper and dried, first over oil of vitriol, 
then at 60°. 


Ohloroplatinate. C“Ad?H‘0!,2HCI1,PtCl?. — The aqueous solution of 
the hydrochlorate is not precipitated by bichloride of platinum, even on 
addition of alcohol and ether; but the mixture, when left to evaporate 
over oil of vitriol, deposits brown crusts which yield a greyish white 
powder, and when ignited leave 24°8 p.c. platinum, agreeing nearly 
with the above formula, which requires 25°01 p. ce. 

Nitrate. — Obtained by decomposing the sulphate with nitrate of 
baryta; separates in dark-coloured crystals. 

Acetate, — Prepared by precipitating the sulphate with acetate of 
baryta. The solution decomposed during evaporation and deposited a brown powder; 
but by further evaporating the filtered liquid, brownish prisms were obtained. 

Oxalate. — Brown needles, obtained by evaporating the solution of 
the hydrochlorate with oxalic acid. 


Sulphobenzamide. 
O4NAH S208 == CHAd? HA 28038: 


Limpricut & vy. Ustar. Ann. Pharm. 102, 258. 


Sulphute of Biamidobenzylene, Nitride of Sulphobenzoyl and Hydrogen, Biamide 
of Sulphobenzoyl. . 


CHLOROBENZAMIDE. 2 


Produced by the action of ammonia on chlorosulphobenzoie acid 
(p. 118). 
CH4H4S208,C? + 2NH? = C#H‘4S20°,N?H4 + 2HCI. 


Strong aqueous ammonia is added by small portions to chlorosulpho- 
benzoic acid, till no further evolution of heat can be observed; the pre- 
cipitate washed with a small quantity of cold water to remove sal- 
ammoniac; and the residual amide purified by crystallisation from hot 
alcohol, with addition of animal charcoal. If the precipitate be pre- 
viously dried and absolute alcohol be used to dissolve it, the crystals 
obtained are perfectly anhydrous; but if hydrated alcohol is used, the 
crystals which separate consist partly of the anhydrous amide and partly 
of a hydrate containing 2 At. water. 

Anhydrous sulphobenzamide forms small crystals having a glassy 
lustre; the hydrate crystallises in small needles, which give off from 
78 to 8:9 p.c. (2 At.) water at 100°, but not over oil of vitriol at ordi- 
nary temperatures. The amide melts at 170°, remains soft for a long 
time after cooling, and ultimately solidifies in a vitreous fissured mass. 
It remains unaltered at 230°, and exhibits but slight decomposition 
between 270° and 290°. Even when it is kept for a long time at that temperature, 


no sulphobenzamide appears to form; indeed the only well characterised substance 
found in the residue was sulphobenzoamide itself. 


Limpricht 
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CN? H88208 + 2Aq.... 218 .... 1000 


The compound may be regarded as biamide of sulphobenzoyl = 

CHH4(S204)02 
(NH?)?, C4H4(S*0*) 02, or nitride of sulphobenzoyl and hydrogen = Na H? 
2 

Sulphobenzamide is nearly insoluble in cold, but easily soluble in hot 
water; in cold alcohol it dissolves sparingly, in hot alcohol readily. 


q. Amidochloro-nucleus C“MClAdH* 


Chlorobenzamide. 
C“N H®Cl1O? = C“ClAdH‘4,0?. 


Limpricut & v. Ustar. Ann. Pharm. 102, 263. 
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Chloride of chlorobenzoyl (p. 116) dissolves with great evolution of 
heat in concentrated aqueous ammonia, and the solution deposits yellow 
laminated crystals of chlorobenzamide which may be purified by reerys- 
tallisation from hot water or alcohol. They melt at 122°, and sublime in 
smail quantity at the same temperature. 


Limpricht & v. Uslar. 


TA Gee ise 84:0 . 5o°S Oui 54°5 
ON qth ani EE ck, 14304e. Dik 20.2 8°7 
LE ees pee cee 6:07 . 3°9 4°4 
CN gat lee 35°4 23°0 
plied @ Boa Seasonal LOO: 10°3 
CEN HClO") ,...145'4 seo 
C4#H‘4C10? 


= Nitride of chlorobenzoyl and hydrogen Nj H 
H 


Chlorobenzamide is sparingly soluble in cold water, but dissolves 
readily in hot water and in alcohol. (Limpricht & y. Uslar.) 4. 


Amidonitro-nucleus C4AdX Ht. 


Nitrobenzamide. 
C“N?H°0O* = O*¥AdXH*07. 
Fietp. Ann. Pharm. 65, 54. . 
CHANCEL. Compt. chim. 1849, 180; J. pr. Chem. 47, 148. 


Formation and Preparation. 1. Nitrobenzoate of ammonia kept for 
some time in the state of fusion, yields a substance which is insoluble in 
cold water, but may be recrystallised from hot water. (Field.) — The 
preparation is not always successful, as the nitrobenzoate of ammonia sometimes 
explodes. (Field.) — 2, Nitrobenzoate of ethyl is dissolved in a rather 
large quantity of alcohol, the solution mixed with as much aqueons 
ammonia as can be added without precipitating the ether, and the 
mixture left to stand in close vessels (for 8 or 10 days at a gentle heat, 
for a longer time at ordinary temperatures) till a sample of the liquid no 
longer becomes turbid on addition of water. The liquid is then evapo- 
rated over the water-bath till it crystallises on cooling, and the nitro- 
benzamide is obtained pure by two or three crystallizations from a mix- 
ture of ether and alcohol. (Chancel.) 


Properties. Nitrobenzamide crystallises from water in yellow needles 
(Field); by evaporation from solution in wood-spirit, alcohol or ether, in 
long needles, or by very slow evaporation in tabular crystals resembling 
gypsum, derived from a rhombic prism. It melts at a temperature above 
100°, and solidifies in the crystalline form on cooling. (Chancel.) 


Field. Chancel. 


1 AS Raper p aes eh se 5 ok Pt) 1 0) ee oe 50°39... 50°50 
DN sccrteccneetoecen ZO ay LO OT 16°90 
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CANE OY an 166 .... 100°00 100°00 
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Decompositions. 1. Nitrobenzamide heated with aqueous potash 
forms nitrobenzoate of potash. (Chancel.) —2. The alcoholic solution 
is decomposed by hydrosulphate of ammonia in a very complicated 
manner; but the aqueous solution yields sulphur and aniline-urea* 
(isomeric with carbanilamide, C4N*H°0?). 


C4N?2H5O8 + 6HS = C!N?H80? + 4HO + 68, (Chancel.) 


Nitrobenzamide dissolves sparingly in cold, easily in hot wa/er; 
easily in wood-spirit, alcohol or ether. (Chancel.) 


“| Amidonitro-nucleus C4#Ad X?H8, 


Binitrobenzamide, 
C“N*H°0 = C¥AdX?H?,0°. 


Voir. Ann. Pharm. 99, 105. 


Binitrobenzoate of ethyl (p. 136) digested for several days with 
alcoholic ammonia, dissolves and forms a blood-red liquid which after 
concentration, deposits binitrobenzamide in prisms and laminz having a 
faint yellowish colour and fatty lustre. 

The compound dissolves sparingly in cold, more readily in hot water, 
forming a solution which has a bitter taste and is neutral to vegetable 
colours. It melts at 183°, and decomposes at a higher temperature 
without subliming. The ammoniacal solution does not precipitate 
nitrate of silver. 


Voit 
UG acer econo aesten 84 DOES Laat 40°87 
DEED ereecaaresec ec ee ES, PAG hidacsrve 2°88 
Nr rrceconemtttr ces teciar se 14 el 0 aaa ree 6°90 
DEN OV ie tes 92 43°60 
PAN OB) cry Bia Pepe 16 7°99 
C¥AdX?H3 0? ........ 211 .... 100-00 
May be regarded as nitride of dinitrobenzoyl and hydrogen= 
C4H2 X20? 
N| H q. 
H 


* The name aniline-urea does not, strictly speaking belong to the compound 
C4N?H802, described at page 303, vol. xi, inasmuch as that compound does not com- 
bine with acids ; whereas the isomeric body produced by the action of hydrosulphate of 
ammonia on nitrobenzamide, does combine with acids, and may be regarded as urea in 
which 1 At. H is replaced by phenyl [C'N?H802 = C?N?(C?H>)H%0?]. (Chancel, 
Compt. chim. 1849, 182.) 
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Conjugated Amides of the Benzylene Serves. 


Benzoyl-urea. 
O’N#HO4 = CoA d INeH CEE EO2) 04: 


Zintn. (1854.) Bullet. Petersb. 12, 281. 
Benzoylharnstof, Benzureid. 


Formation. By heating chloride of benzoyl with urea: 
C?Ad(NH2)02 + C¥H502,Cl = C?Ad(NH,C“H502)02 + HCI. 


Preparation. 6 pts. (2 At.) of dry and pulverised urea (the quantity 
not exceeding 12 to 16 grammes) are heated with 7 pts. (1 At.) of 
chloride of benzoy] in the oil-bath to 150—155°; the vessel removed from 
the bath as soon as the urea is completely melted, and the mixture well 
stirred, whereupon it becomes hot, and coagulates into a soft kneadable 
mass, which may be rubbed to small lumps when the action is over, and 
becomes tolerably hard when cold. The action is not attended with any decrease 
of weight. — If the temperature rises above 160°, a faint odour of benzonitrile becomes 
perceptible. — On washing the mass with cold alcohol, which takes up hydro- 
chloric acid and urea [hydrochlorate of urea? L.J], benzoyl-urea remains in 
the form of a crystalline powder, which may be recrystallised from boil- 
ing alcohol. 


Properties. Colourless, highly lustrous, long, thin, four-sided, often 
acuminated laminw, united in broad groups. 


Zinin. 

16 Co eee 96 IO‘OO~ Goeasaee 58°68 
Be INS a ietaa cae 28 LTE Ts | nctoske 16°38 
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Melts at about 200°, and forms on cooling a crystalline mass, which is 
more soluble in water than the original substance and crystallises in a 
different form. When the heat is raised some degrees above the melting 
point, the liquid begins to froth, and suddenly becomes filled with long 
white needles of cyanuric acid; from the cooled mass, aleohol extracts 
benzamide: 


3C1EN?H8O* = C8N3H30% + 3C4NH702. 


Benzoyl-urea heated on platinum-foil melts, gives off an odour of benzo- 
nitrile, and volatilises completely, the odour of cyanic acid becoming 
perceptible at the last. —It is decomposed when heated with nitric acid, 
and the solution on cooling yields crystals of benzoic acid. — Boiled with 
sane t it gives off ammonia, and yields benzoate and carbonate of 
potash. 

It dissolves sparingly in water, even at the boiling heat, more easily 
in hot and rather strong Aydrochloric-acid, and crystallises out in its 
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original state on cooling. It dissolves readily in cold potash-ley, and is 
precipitated therefrom by acids without alteration, even if the solution 
has been gently heated. — It is not attacked by ammonia. — It dissolves 
in 100 parts of cold alcohol, in 24 pts. of boiling alcohol, and in smaller 
proportion in ether. 


Benzanilide. 
C®NH"O? = C¥(N.H,C"H®)H5,0? or C*(NH,C“H'0*)H*. 


GERHARDT. (1845.) Compt. rend. 20, 1038; also V. Ann. Chim. Phys. 
14, 124; WN. J. Pharm. 8, 60.—N. J. Pharm. 9,412 abstr. 
J. pr. Chem. 38, 304.—N. Ann. Chim. Phys. 87, 327; also Ann. 
Pharm. 87, 164. 


Phinylbenzamid, Benzoylphdinylamid, Azoture de phényle, de benzcile et 
ad’ hydrogéne. 


Formation and Preparation. When benzoic anhydride is dissolved 
in heated aniline, a formation of water is observed. A slight excess of 
aniline is used, and the product is washed with water containing a little 
hydrochloric acid, and crystallised from boiling alcohol. — 2. When 
chloride of benzoyl which has been rectified over chloride of calcium is 
dropped upon aniline, great heat is evolved and a crystalline mass is 
produced. This mass is exhausted with boiling water, washed with 
water slightly alkaline to remove any accidental traces of benzoic acid, 
and crystallised from alcohol. Jf the crystals are still coloured, they 
may be purified by careful distillation. 


‘Properties. Crystallises from the alcoholic solution by spontaneous 
evaporation in lamine having a pearly lustre. Melts when heated, and 
yields on boiling a distillate which solidifies in the crystalline form as 
it cools. 


Gerhardt, 
(1). (2) 
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CaNHUO# aro pees FUU. UO 
Qt ey 
[= N,C?H°,C“H°O?,H = nitride of phenyl, benzoyl and hydrogen]. 


Decomposes when distilled at a strong heat, and yields an oil which 
does not solidify. —It is not attacked by boiling dilute acids. When 
fused with hydrate of potash, it gives off aniline and yields benzoate of 
potash. 

It is insoluble in water, but soluble in alcohol. 
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Bibenzanilide. 
CoN HO! = aN i Oftd EA OU IS Eby he 6 he or CCN .2CMES()7) Ee 


GerHarpt & Curozza. (1853.) Compt. rend. 37, 90.—N. Ann. Chim. 
Phys. 46, 187. 


Dibenzanilide, Bibenzoylphenylamide, Phenyldibenzamide, Azoture de benzoile de 
phényle et de benzoile. 


When benzamide is heated with chloride of benzoy] to between 160° 
and 180°, hydrochloric acid is evolved in large quantity: 


C4(NH,C"H®)H5,0? + C4H502,Cl = CM(N,CH502,C2H°)H',0? + HCl. 


The mass, which is liquid at first but solidifies on cooling, is digested 
with carbonate of soda to remove the excess of chloride of benzoyl, and 
the residue is dissolved in boiling alcohol. The solution on cooling 
deposits delicate shining needles, sometimes aggregated in granular 
masses. The compound melts at about 137° and solidifies in a erystal- 
line mass on cooling. At a higher temperature, it sublimes in small 
tufts. 


Gerhardt & Chiozza. 


ATG bts 240 YT ae 79°7 
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= N,C?H5,(CH°O?)?, nitride of phenyl and bibenzoyl. 


Dissolves sparingly in boiling water, and separates on cooling in 
small perfectly white needles. Ammonia dissolves it somewhat more 
readily, and deposits it in white flakes on cooling. It dissolves easily in 
absolute alcohol and in ether. 


| Benzosulphophenamide. 
C*NH"S°0° = C(N.H,C”H'S*0*) H°,0? or 02(N.H,C“H50*)H3S"04, 


GerHarpDt & Cuiozza. (1853). Compt. rend. 87, 186; 88, 457; 
Gerh. Traité. 3, 75.—N. Ann. Chim. Phys. 46, 145. 


_ When chloride of benzoyl and sulphophenamide are heated together 
in equa] numbers of atoms, hydrochloric acid escapes in large quantity 
at 120°, and the mixture becomes perfectly fluid. The temperature is 
maintained between 140° and 145° as long as hydrochloric acid escapes, 
and the liquid is poured into a basin, where it solidifies in the crystalline 
state on cooling, the solidification being attended with considerable rise 
of temperature. It is purified by recrystallisation from boiling alcohol, 
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after having been freed from any remaining traces of chloride of benzoyl 
by macerating it in the pulverised state with ether. It is important in the 
preparation, to keep the temperature within the limits above mentioned, and not to act 


on tvo great quantities at a time, as otherwise a secondary action takes place, attended 
with formation of benzonitrile and phenylsulphurous acid. 


Crystallises from boiling alcohol, in beautiful needles or interlaced 
prisms, colourless, shining and truncated. Melts between 135° and 140°, 
and solidifies in a crystalline mass between 130° and 120°. When 
quickly heated in a tube, it burns and gives off vapours of benzonitrile, 
and no longer solidifies on cooling. . 


Gerhardt & Chiozza. 


26 C 1565 LAD. ae 60°1 

IND ss cxcstettteesceccas 14 ae ee 5°6 

Piet 11 A De siccnses 4°3 

Bh ahaoeaemeccnets 32 Uy Maan 12°4 

O OAs etek. 48 Ne Oe mere 17°6 

C2 NHUS-OSre... 26.169....5, 10070) ha.cey. 100°0 
ee ee, 


= N,C?H*S?0?,C4H°O?,H, nitride of sulphophenyl, benzoyl, and hydrogen. 


The compound has an acid reaction and dissolves readily in alkalis. 
— Ammonia converts it into benzosulphophenylamice acid. 

It dissolves very sparingly in water, somewhat more readily in ether, 
readily in absolute afcohol. 

Silver-salt. — When a boiling solution of nitrate of silver is added toa 
boiling ammoniacal solution of benzosulphophenylamide, and the liquid is 
kept boiling for a few minutes, and then filtered, the silver salt separates 
on cooling in beautiful colourless needles, sometimes aggregated in hemis- 
pherical groups. 


Gerhardt & Chiozza. 


D6 Cane tears tac cant 156 pt ed oda ce 42°2 

Nisei ecace on 14 iE et eee 3°6 

HUM St Ae othpict Mobo 10 DEP Nae 3-0 

Ao J ces, Soe 108 29-300 ee 29°8 
TEN Nee ates tiie 32 8°7 
GLOE Ne 48 13-2 
CN HA gS?08..o.. 368 100°0 


nN 
= N,C“H‘S?04,C4H5O?,Ag, nitride of sulphophenyl, benzoyl and silver, or 
benzosulphophenargentamide. 


Heated over a spirit lamp, it decomposes quietly, giving off sulphurous 
acid and benzonitrile, and leaving a black residue of metallic silver mixed 
with charcoal. 

It dissolves but very sparingly in cold water, more readily in boiling 
water; boiling alcohol dissolves it with tolerable facility. 


Ammonio-silver-salt. NH*,C*®N H'AgS*0®.— When a solution of 
the preceding salt in a small quantity of strong ammonia, 1s left to 
evaporate, this compound is deposited in splendid crystals having a faint 
rose-colour, apparently belonging to the oblique prismatic system, and 
approximating to the form of a prism with rectangular base, modified on 
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the edges parallel to the vertical axis, and having their summits truncated 
by two faces parallel to the longer diagonal. When heated, they swell 
up and decompose, giving off ammonia. They dissolve readily in boiling 
water, and if the solution be boiled for some time, ammonia is given off, 
and on cooling two kinds of crystals are obtained, viz., needles of 
benzosulphophenargentamide, and prisms of the unaltered ammonio- 
compound. — The aqueous solution mixed with nitric acid, becomes 
turbid and deposits, on agitation, white flakes of benzosulphophen- 
amide. 


Gerhardt & Chiozza. 


7 Fo Bh oe 156 40-5 ee 40°5 
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= binitride of sulphophenyl, benzoyl, silver and hydrogen— 
Ti. ane arate ni lr to 
N2,(C?2H°S?0*),(C4H°O?),Ag,H, or nitride of sulphophenyl, benzoyl and argentam- 


nn FT 
monium, N,(C”H®$?04),(CH902),(NH#Ag). 


{. Sulphophenylbenzamic Acid. 
C*NH*S208 = C4(N.H,C?H'S?0*)H0?,H?02, 


Geruarpt & Catozza. NV. Ann. Chim. Phys. 46, 147. 


Obtained by dissolving benzosulphophenamide in aqueous ammonia. 
The solution evaporated at a gentle heat, or better in vacuo, yields the 
acid ammonia-salt of sulphophenylobenzamic acid in the form of a thick 
syrup which ultimately solidifies in a radiated mass. 


Acid Ammonia-salt. Gerhardt & Chiozza. 
A ORE eater rem  -S : Renee Mipe* Pee be BES Fac otics: 54°6 
SSP a Rg SUR AT Teh Ea ata tee URE Pn 42 O95 Fates 6:7 
Fold Ae RDN SAS OE AR ee grat ene ie Fe a eS 6.2 29 6 Ue 5:0 
4 Shda.  AtRasRs.. AA. RR 64 it3 
DU PE Te a ee te de a wdeunhovs 128 22°95 
C*#N( H!?,NH*)S208 + C*NH}8S708 ........ 575... 100°0 


eee e—e—— 
1WE5Q29H4 CMUHICE?2 FR2 12F{bS2—94 Cl45CE2 2 

— IN, CHE SO 0 Rilo 02 + N,C?H®S?04,C racers 302, 
The acid ammonia-salt is very soluble in water and alcohol but inso- 
luble in ether, On adding an acid to the aqueous solution, the liquid 
becomes turbid and deposits an oil which soon changes into beautiful 
needles of benzosulphophenamide.— When the radiated ammonia-salt 
is heated in an oil bath, it melts at 82°, gives off traces of ammonia 
between 82° and 100°, and a considerable quantity at about 140°, but no 
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water is deposited on the sides of the tabe. The residue is an oily liquid, 
which when dissolved in alcohol and reprecipitated by water, resembles 
the substance precipitated by acids from the aqueous solution of the 
ammonia-salt. 


Benzacetosulphophenamide. 
C°NH™S?08 = C¥(N.C#H°02,C?H°S?04)H°0? or 
C?(N.C*H°O*, C4H°0*)H°S*0* or C4 N.C? H5S*04 C450?) H30?, 


Lome a ee ER 
Nitride of Sulphophenyl, Benzoyl and Acetyl, N,C?H°S?201,C4H5O*,C4H302, 


Obtained by the action of chloride of acetyl (C*H*O?,Cl) on benzo- 
sulphophenargentamide. The two substances act upon one another 
energetically without the aid of heat, and the product treated with boiling 
ether yields a solution, which when evaporated deposits the compound 
in is shiaing needles. (Gerhardt & Chiozza, V. Ann. Chim. Phys. 
46, 150. 


Bibenzosulphophenamide. 
C°NHS208 = C¥(N.C?H°S?04,C“H50*) H°0? = 08(N.2C0“H50") H'S*0+. 
GERHARDT & Catozza. WV. Ann. Chim. Phys. 46, 155. 
Dibenzoylsulphophenylamide, Agoture de sulfophenyle et de dibenzoile. 


Obtained by the action of chloride of benzoyl on benzosulphophen- 
argentamide. Chloride of silver is immediately formed, together with a 
viscid mass which dissolves in ether, forming a solution from which by 
evaporation, bibenzosulphophenamide is obtained in splendid crystals. 
[When chloride of benzoyl is brought in contact with benzosulphophenamide, hydro- 
chloric acid is evolved, but the product remains liquid after cooling and contains 
benzonitrile together with a substance which is transformed by alkalis into benzoic 
acid and phenylsulphurous acid. This substance is probably C*HS?08 = 


Conon 202; for: CNHS*OS + CHH02CL=CMHEN + C*H™S*0° + HCL] 


Large, brilliant, truncated prisms, modified with octohedral faces. 
The substance melts at 105°, and softens even at 100°. After fusion, 
it retains the viscous state for a long time, and can be recrystallised 
only by dissolving it in ether. Ata high temperature, it decomposes, 
yielding benzonitrile together with other products. 


Gerhardt & Chiozza. 


AQ ae cere ees DA ice OOS LDP e-sders 65°79 
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15) EF a caseqpatonne PRIS OLaCII S. ..222.. 4°36 
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f : 
= N,C?H5S204,(C!4H502)%, nitride of sulphophenyl and bibenzoyl, 
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The compound is slightly soluble in ammonia. Boiling ether dis- 
solves it but slowly under the ordinary atmospheric pressure, but easily 
at 100° in a closed tube, and the solution, when left to evaporate, deposits 
the compound in fine crystals, even with only small quantities of 
substance. 


Succinylbisulphophenylbibenzamide. 
CoN ?2H*~S4026 — G?9(N?.C®H*0* 20" H'S*0*) HO! or 
C°(N. COZESS 208 Gals?) E°O* or GCON? CHO) 2 Gia Se 


GreRHARDT & Cuiozza. WN. Ann. Chim. Phys. 46, 161; Compt. rend. 
38, 457; Gerh. Traité. 3, 77. 


Diazoture de sulphophényle, de benzoile, et de succinyle. 


Obtained ‘by heating 2 At. benzosulphophenargentamide (p. 157) 
with 1 At. chloride of succinyl. 


2C*NHMAgS208 + C8H404,CP = 2AgCl + CN2H*S4016, 


The resulting mass is exhausted with ether, and the solution when left to 
evaporate deposits small needles, which are purified by washing with 
ether. The ethereal solution still retains an oily substance, which ulti- 
mately crystallises in needles identical with the preceding. 

The compound melts at about 146°. Heated with ether in a closed 
tube, it dissolves, and the solution yields, by cooling and evaporation, very 
thin elongated lamin, radiating from several distinct centres. Under 
the ordinary pressure, ether dissolves the substance but slowly when 
crystallised, but readily and in all proportions when in the viscous state. 


Gerhardt & Chiozza. 
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, te 
= N*(C?HPS20*)?, (C4H°O?)?,CSH°04, nitride of bisulphophenyl, bibenzoyl, and 
succinyl, the last, C'7H®O* being a biatomic radical equivalent to H?. 


‘. Sulphobenzanilide. 
C8N2H16S208 _— C¥(N?,H?,C?H5,C?H'S?0!) H4,0? ct CA d*(#H°) H*7.2868 
Limpricut & v. Ustar. Ann. Pharm. 102, 258, 


Sulphobenzobiphenylamide, Binitride of Sulphobenzoyl, phenyl, and hydrogen. 
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Produced by the action of chlorosulphobenzoic acid (p. 117) on 
aniline. The solid product after being washed with water, is purified by 
erystallising several times from alcohol, with addition of animal charcoal. 

Smail white erystals, which become slightly brown on drying. They 
melt when heated, and decompose at a higher temperature, with separa- 
tion of aniline. They are not decomposed by cold potash-ley. 


Limpricht & y. Uslar. 
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= N?,(CPH*)?,C4H*S?0%, H?, or 2 At. ammonia in which 2 atoms of hydrogen are 
replaced by 2 At. phenyl, and two more by 1 At. of the biatomic radical sulphobenzoyl 
C4H#AS2085, ; 
_The difference between the analytical and calculated results is due to partial 
decomposition of the crystals. 
The compound dissolves sparingly in hot water; but readily in hot 


alcohol and ether. 4. 


Azo-nucleus C4N H5, 


Benzonitrile. CNH’, 


Fentine. (1844.) Ann. Pharm, 49, 91. 
Limpricut & v. Ustar. Ann. Pharm. 88, 183; also J. pr. Chem. 


Giro. is 
Cyanide of Phenyl, Stickstofienzen, Stickstofbenzoyl. 


Formation. 1. By the dry distillation of benzoate of ammonia. 
(Fehling, Laurent & Chancel.) —2. By the dry distillation of hippuric 
acid (Limpricht & vy. Uslar,) or by distilling hippuric acid with quartz- 
sand and dry chloride of zinc. (Géssman.)— 3. By treating benzoate 
of ammonia with dilate sulphuric acid. (Dumas, Compt. rend. 25, 384.) 
— 4. By the action of pentachloride of phosphorus on benzamide. 
(Cahours.) — 5. By the action of benzoic anhydride or chloride of ben- 
zoyl on benzamide (p. 141).— 4. 6. By heating benzamide with anhy- 
drous phosphoric acid. (Buckton & Hofmann, Chem. Soc. Qu. J. 9, 
255.) —6. By the action of chloride of benzoyl on sulphocyanide of 
potassium, (Hugo Schiff, dun. Pharm. 99, 117.) 


C¥HPO2Cl + C2NKS? = CMNH® + KCl + CO? + CS? 
7. By heating chloride of benzoyl with cyanate of potash: 
C4H°O°C1l + C7NKO? = CHUNH® + KCl + 2CO*. 


After the action has been continued for some hours, the mixture forms a 

brown pasty mass, which solidifies on cooling and yields benzonitrile when 

exhausted with ether. (Schiff, Ann. Pharm. 101, 93.) — 8. By heating 
VOL, XIv, M 
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benzoic anhydride with cyanate of potash or sulphocyanide of potassium 
(Schiff) : 


CuHIO3 + CNKS % he 


lor 2 = C4NH® + KO,CO? + Lox C82 q. 


Benzonitrile is not produced by heating sulphophenylate of baryta with cyanide of 
potassium. (Hofmann, Ann, Pharm. 74, 32.) 


Preparation. 1. The solution of benzoic acid in ammonia is evyapo- 
rated to dryness and heated in a retort; ammonia then escapes, a sub- 
limate forms in the neck of the retort, and water passes over together 
with a small quantity of oily benzonitrile, the larger quantity however 
remaining in the retort. The fused residue is therefore covered with 
water (to which a little ammonia may be added) and distilled to dryness, 
and these operations are repeated as long as any drops of oil pass over 
with the water. By this process, 12 oz. of benzoic acid yield in five days 
6 oz. of impure benzonitrile. This product is washed with dilute hydro- 
chloric or sulphuric acid and afterwards with water, then dried over 
chloride of calcium, and rectified. (Fehling.) Buckton & Hofmann, by dis- 
tilling benzoate of ammonia with chloride of zinc, and rectifying the distillate, obtained 
a product, only one-third of which consisted of benzonitrile, the remaining two-thirds 
being benzol.— 2, The distillate obtained by heating hippuric acid to 
240° (p. 78) is distilled with water, and the benzonitrile which passes 
over is rectified over lime. (Limpricht & v. Uslar.) —4@. 3. When 
1 pt. of dry hippuric acid is mixed in a warm mortar with an equal bulk 
of quartz-sand and 2 pts. of solid chloride of zine dried as completely as 
possible, and the mixture heated ina dry retort to about 300°, benzonitrile 
distils over, a small quantity of charcoal is separated, and carbonic acid 
gas is quietly given off: 


CNH’OS — 4HO = CNH? + CO? + 38€C. 


30 grammes of hippuric heated in this manner to a temperature not exceeding 350°, with 
the utmost possible exclusion of moisture, yielded between 10 and 12 grms. of benzonitrile; 
a small portion only was resolved into benzoic acid and glycocol [possibly from the presence 
of a trace of moisture, (p. 74) ] and from the decomposition of the latter a small quantity of 
sal-ammoniac was produced. (Gossmann, Ann. Pharm. 100, 69.) — 4. When 
1 At. chloride of benzoyl is mixed with 1 At. sulphocyanide of potas- 
sium, great heat is produced; the odour of bisulphide of carbon becomes 
perceptible; and on distilling the product, a slightly coloured liquid passes 
over, which, after a few rectifications becomes colourless, and exhibits the 
characters of benzonitrile. It is probable that sulphocyanide of benzoyl 
is first produced and afterwards resolved into benzonitrile, carbonic acid 


and bisulphide of carbon (Schiff): 
C#H°O?,C2NS? = CHNH® + CO? + CS? 


5. According to Buckton & Hofmann, the best, though a tedious process 


for preparing benzonitrile, is to distil benzamide with anhydrous phos- 
phoric acid. 4. 


Properties. Transparent, colourless, strongly refracting oil (refracting 
power = 1°503, according to Reusch), having an odour very much like 
that of bitter almond oil, and a burning taste. (Fehling, Limpricht & 
v. Uslar.) Sp. gr. = 10073; sinks in cold water, but rises to the 
surface when heated. (Fehling.) Sp. gr. 1:0084 at 16°8, or 1:0230 at 0°, 
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(H. Kopp, Ann. Pharm. 98, 373.) Boils at 191° (Fehling, Schiff); 
at 192 (Limpricht & v. Uslar); at 190°6°, with the barometer at 
733'4 mm. (Kopp.) Vapour-density = 3°7. (Fehling.) 


Limpricht 


Fehling. Chodnew. elon! Schiff. 
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Decompositions. 1. Benzonitrile burns with a bright sooty flame. — 
2. With the stronger acids it yields benzoate of ammonia, water being 
decomposed at the same time. — 3. With strong sulphuric acid, it yields 
sulphobenzoic and bisulphobenzolic acids, bisulphate of ammonia being 
formed at the same time and carbonic acid evolved. (Buckton & Hof- 
Mann, Xi..156; xi. 43.) 


[2CMNH® + 10SO*H + 2HO = C¥#H®S?0" + CPH®S!O + 2(NH4,H,2S0*) + 2CO®.] 


4, With bydrosulphate of ammonia, it forms sulphobenzamide. (Cahours.) 
— 4. Potassium does not act upon it in the cold, but the liquid assumes 
a brownish colour when heated. (Fehling.) No gas is evolved in this 
reaction, and no cyanide of potassium is formed. (Dumas, Malaguti & 
Leblanc, Compt. rend. 25, 475.) — Heated with potassium in: a sealed 
tube, it acquires a fine carmine colour, and at 240° yields needle-shaped 
crystals: water extracts cyanide of potassium from the product; and the 
residue yields by distillation a green oil smelling iike creosote, in which 
the crystals again form and may be purified by treatment with alcohol 
and ether, and by sublimation. (Bingley, Chem. Gaz. 1854, 329.) 


Benzonitrile dissolves in 100 pts. of water at 100°, and separates out 
again on cooling. With alcohol and ether it mixes in all proportions. 


Appendix. 


Sulphocyanobenzylene. 
CUNH'S? = C4HS,C2NS®. 2 
QuapRAtT. Ann. Pharm. 71, 18. 


Sulphocyanide of Benzoyl. {This appellation is however incorrect, the term 
benzoyl denoting CHO”, not C4H?.] 


When bitter almond oil, either pure or crude, is mixed with ammonia 


and bisulphide of carbon, two layers are formed, the upper of which 
M 2 
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exhibits a red tint gradually increasing in intensity from the surface of 
contact with the lower, and deposits a yellow resinous body; when 
mixed with acids, it gives off sulphuretted hydrogen and deposits a yellow 
resinous body soluble in potash. The lower layer gradually becomes 
milky and deposits crystals which disappear again after longer standing, 
but may be obtained pure by draining off the mother-liquor, pressing 
between bibulous paper, and washing with ether. — Colourless prisms or 
granules haying a bitter taste. 


Cuadrat. 
Ce Sao ee ea 156 6550): be bates 65°12 
a hge ee ee i4 Dey te eee 9°40 
ie tle pea. 5 S40 se 3°37 
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Decompositions. 1. When exposed to the air for some time, it 
exhales a peculiar odour and turns yellow. Melts at 100°, with strong 
intumescence and incipient decomposition. At 120°, it gives offammonia, 
bisulphide of carbon and bitter almond oil. At 150, the yellowish 
frothing mass suddenly becomes changed to a mobile liquid, ceases to 
froth, and does not begin to boil till heated to between 210° and 220°, a 
few needles then subliming, simlar to Laurent’s benzoylazotide C*N?H”™. 
The residue solidifies on cooling to a yellow resinous mass, containing 
a few needle-shaped crystals which may be extracted by alcohol of 40°. 
The body insoluble in alcohol behaves very much like Laurent’s benzoy- 
lazotide; it is however C!N H® ( = C'*NH'5S? — CS?). 

2. Sulphocyanobenzylene boiled with nearly anhydrous alco%ol gives 
off hydrosulphate of ammonia and carbonic acid, the liquid acquiring a 
yellow colour and depositing white lamine as it cools. The crystals 
consist of: 


Quadrat. 
HO Met 5, chcdacudeesan 336 Tiss. 71°67 
2 IN Rise steeehtane 238 5:OB niaiae 5°85 
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Quadrat regards this body as a compound of thiobenzamide with benzosyl (C!4H®) 
and sulphur (C°N*7H4S° = 2C4NH/S? + C4H® + 8). [The-+two sides of this equa- 
tion do not agree. W.]— Compare Laurent (Compt. chim. 1850, 86). 

8. When sulphocyanobenzylene is dissolved in hot alcohol of 40° 
containing a little ammonia, and water added till permanent turbidity is 
produced, the liquid on cooling yields a crystalline powder which is 
insoluble in water, and cannot be purified by crystallisation from 
alcohol, because it decomposes when dissolved in that liquid. 

4, Ether likewise dissolves sulphocyanobenzylene with decompo- 
sition. 

5. Sulphocyanobenzylene imparts to aqueous sesguichloride of tron, 
a blood-red colour, arising from the formation of ferric sulphocyanide; 
on heating the liquid, bitter almond oil distils over; 


3C’NHSS? + FeCl? + 6HO = Fe2(CyS2)3 + 3CMHSO2 + 3HCI. 


eee Pre 
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Benzosylanilide. 
CAN HU = C4(CVN H*)H? = CYN( OSH \n* 


Laurent & Geruarpt. (1850.) Compt. chim. 1850, 1173; abstr. 
Compt. rend. 80, 405. 


Benzosylanilide. 


formation. By the action of aniline on bitter almond oil: 
CHHfO? + C2NH’? = CNH" + 2HO. 


Preparation. When a mixture of about equal parts of dried bitter 
almond oil and aniline, water separates out and rises to the surface; and 
after a while a crystalline mass more or less coloured is produced. 
Sometimes the mixture remains liquid, but solidifies when water is poured 
on it. ‘The mass is pressed and recrystallised from a small quantity of 
warm alcohol; to render it perfectly colourless, it may also be distilled 
after pressing; a colourless oil then passes which solidifies in a crystalline 
mass on cooling. 


Properties. Beautiful shining crystalline lamine. Very easily 
fusible. Distils without decomposition at a high temperature. Inodorous, 
Tasteless. 


Laurent & Gerhardt. 
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Decompositions. 1. Benzosylanilide is immediately decomposed by 
bromine, with great evolution of heat. Bromine acts with violence on 
the alcoholic solution, and the liquid, after a while, yields crystals of 
tribromaniline. — 2. With cold fuming xztric acid, it forms a dark green 
solution, from which water throws down bitter almond oil, while nitrate 
of aniline remains in solution. — 3. With o2/ of vitriolit forms a yellow 
solution, from which water separates bitter almond oil, while sulphate 
of aniline remains in solution. —- 4. In contact with hydrochloric acid it 
becomes liquid, and is dissolved by the concentrated acid at ordinary 
temperatures, but appears not to be altered by boiling. —5. It is 
scarcely attacked by potash.— 6. Acetic acid causes it to liquefy, but 
does not dissolve it in perceptible quantity. 


t is insoluble in water, but dissolyes very easily in alcohol and in 
ether, 
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Flavine. C*NH"0?. 


Laurent & Caancen. (1848.) L’Jnst. 1848, 95.—Compt. chim. 
115, 162; J. or. Chem. 46, 511. 
CHANCEL. Compt. rend. 28, 85. 


Aniline-urea, Diphenyl-urea. 


Formation. By the action of sulphuretted hydrogen on_binitro- 
benzone (p. 86); 


C#N?7H2OW + 12HS = C*NAHYO* +. 8HO + 128. 


Preparation. The product of the dry distillation of benzoate of 
lime (p. 39), after being freed from benzol and the last portions of the 
distillate, is boiled for some hours with fuming nitric acid, and the liquid 
afterwards diluted with water. It then deposits a yellow oil which 
partly solidifies in the crystalline form on cooling, and after the acid has 
been poured off, is washed with alcohol and dissolved in a small quantity 
of ether. The solution solidifies after a few hours, to a crystalline 
mixture of several hodies difficult to separate from one another; this 
mixture is dissolved in ether and alcohol, and the liquid filtered. The 
residue on the filter forms with hydrosulphate of ammonia and ether- 
alcohol, a solution which, in the course of 24 hours, becomes filled with 
erystals of flavine. These are collected on a filter and dissolved in 
hydrochloric acid; the solution filtered to remove the precipitated 
sulphur and insoluble impurities, then precipitated with ammonia; the 
precipitate dissolved in hydrochloric acid; and the solution diluted with 
alcohol and mixed with hydrochloric acid at the boiling heat: it then on 
cooling deposits slender needles of flayine. 


Properties. Colourless or pale yellow needles. 


Laurent & Chancel. 


74 igh Spee £56 aad To Ogeceeie 73°1 
aS Gee 28 a Bee 13°5 
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7 Oe enna 16 Up mates 75 
CANN UOs. eo PAG 100 L00° OO phate 100°0 


May be regarded as urea in which 2 At. H are replaced by phenyl 
C*N*(CP?H°)?H?O?, Comp. Gerhardt (Traité 1, 430.) 

When heated with potash, it gives off an oil which has an alkaline 
reaction and dissolves in acid. 

It is almost insoluble in water. 


ITydrochlorate of Flavine. — Preparation, vid. sup.— Long lamine. By 
dry distillation, it yields a scanty white sublimate and leaves a very 


bulky charcoal.— It dissolves very easily in water, somewhat less in 
alcohol. 


Chioroplatinate of Flavine.— Obtained as a pulverulent precipitate, 
on mixing the dilute solutions of bichloride of platinum and hydrochlo- 
rate of flavine. After drying at 150°, it contains 31:4 p. c. platinum, 
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agreeing with the formula C*N HO? 2HCL2PtCl?, which requires 
31:43 per cent. 
Flayine is soluble in alcohol and ether. 


Compounds containing two or more Atoms of C4H® or of nuclei derived 
therefrom.” 


Stilbene, CH”. 


LavuRENT. (1848.) Compt. rend. 16, 856.—Rev. scient. 16, 878; 
J. pr. Chem. 35, 418.—Rev. scient. 18, 201. 


The name stilbene is derived from oriABev to shine. 


Formation. By heating sulphide or nitrosulphide of benzylene. 
[The resinous substance produced by the action of fluoride of boron, &c., or benzylic 
alcohol (p. 46), is probably stilbene. | 


Preparation. 1. The scales which first pass over during the dry 
distillation of sulphide of stilbene (p. 168), are dissolved in boiling 
aleohol; the solution filtered from the undissolved thionessal; the mother- 
liquor drained from the crystalline laminz: which separate on cooling; 
these laminz dissolved in excess of ether; and the solution left to evapo- 
rate.— 2. When the mixture of picril, stilbene, thionessal and lophine 
(p 25), obtained by the action of hydrosulphate of ammonia on bitter 
almond oil, is boiled with ether, and the solution left to cool, stilbene crys- 
tallises out first, and may be purified by two or three crystallisations 
from alcohol and ether. 

Properties. Colourless, pearly lamine often joined end to end, or 
short prisms belong to the oblique prismatic system (oP. oP. «Po ). 
Mie. 112. withoutiiie ytfaces >. cymes 2 eat 100s au = 
Bom@o0 see te 2) 1664s 1 ef aloe 630 44% 5-7 == 766 . nodorous ; 
‘solidifies after tranquil fusion at 110° or sometimes not till cooled to 100°; 
but if agitated, it solidifies at 118°, forming a scaly crystalline mass. 
Boils at 292°,and pass over undecomposed. Sp. gr. of the vapour = 8°40 
(by another method: 8°2). 
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Hence, stilbene-vapour is 2-atomic. 


* As it is impossible to classify these compounds exactly according to the system 
adopted in this Handbook, they are arranged partly according to their origin and 
mode of formation. 
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Decompositions. 1. Stilbene boiled for a short time with nitrie acid 
forms a yellow resin, which, after washing and drying, contains 73°4 
per cent. of carbon and 4°8 p.c. hydrogen, and therefore consists of 
nitrostilbene mixed with a small quantity of bitter almond oil. (The 
formula C8XH" requires 74°66 p. c., Cand 4°89 H.) If the boiling with nitric 
acid be continued for some minutes, a mixture is formed containing a 
larger proportion of binitrostilbene. Laurent found 67:1 p. c., C and 4:2 IT; 
the formula CX?H! requires 61°49 p.c. C, and 3°70 H. After a quarter of an 
hour’s boiling, nitrostilbic acid is produced in addition to the yellow 
resin. —2. Stilbene is not decomposed by dilute chromic acid; but the 
concentrated acid acts on it with violence, forming bitter almond oil. — 
3. With bromine it gives off yapours of hydrobromie acid and forms 
hydrobromate of bromostilbene. — 4. Chlorine gas is at first absorbed by 
fused stilbene, without evolution of hydrochloric acid; if the passage of 
the chlorine be continued and the temperature raised at the same time, 
hydrochloric acid escapes, and there is formed a mixture of a and 6 hydro- 
chlorate of chlorostilbene, hydrochlorate of bichlorostilbene and an oily 
chlorine-compound. 


Combinations. Stilbene dissolves in strong oil of vitriol; the solution 
forms a soluble baryta-salt. | 
Tt dissolyes in ether more readily than in alcohol. 


Sulphide of Stilbene. C*H™s*. 


LAURENT. (1841.) WW. Ann. Chim. Phys. 1, 292; Ann. Pharm. 
38, 320.—Rev. scient. 16, 873; J. pr. Chem. 85, 418. 

RocuLEDER. Ann. Pharm.87, 846. 

Canours. Compt. rend. 25, 457. 


Schwefelbenzen, Sulfobenzoylwasserstof,, Hydrure de sulfobenzvile. 


formation. By the action of hydrosulphate of ammonia on bitter 
almond oil, (Laurent, Rochleder, p. 25.) 


2C4HO? + 4HS = CSHS! + 4HO. 
or of sulphuretted hydrogen on hydrobenzamide (Cahours). 


2C!-NCH'S + 12HS = 3C3H2S! + 4NHB, 


Preparation. 1. When 1 vol. bitter almond-oil is dissolved in 8 to 
10 vol. alcohol, and 1 vol. hydrosulphate of ammonia gradually added, 
the liquid, after a few minutes deposits a mealy powder consisting of 
sulphide of stilbene. Or an alcoholic solution of bitter almond oil is 
heated to the boiling point, and mono- or bihydrosulphate of ammonia 
added in small quantities: the liquid then after a few seconds deposits a 
white precipitate, which may be purified by washing with alcohol. The 
alcoholic solution contains small quantities of hydride of sulphazobenzoyl. The prepa- 
ration does not always succeed. (Laurent.)—2, When sulphuretted hydrogen 
is passed in excess through an alcoholic solution of hydrobenzamide, and 
the liquid afterwards left at rest, it deposits sulphide of stilbene. 


\ 


(Cahours. ) 
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Properties. White powder (Laurent, Rochleder) consisting of 
microscopic granules (Laurent). Softens between 90° and 95°. When 
carefully heated to the melting point, it solidifies on cooling into a trans- 
parent non-crystalline mass. It is inodorous, but imparts to the fingers 
a very persistent odour of onions. (Laurent.) 
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Polymeric with sulphide of benzylene (p. 49). [It is perhaps C?H8S®; at least 
this formula leads to a simpler expression of its formation from hydrobenzamide: 


C2N7HS + 8HS = C#H 8S? + 2NHIS, (L.)]. 


Decompositions. 1. Heated above its melting point, it turns reddish- 
yellow, and solidifies in a crystalline mass consisting of decomposition- 
products. (Laurent, Rochleder.) When kept for some time in a state 
of fusion, it gives off sulphuretted hydrogen and a small quantity of 
bisulphide of carbon; and if the heat be considerably raised after the 
escape of the sulphuretted hydrogen, scales of stilbene sublime at first, 
and afterwards needles of thionessal (Laurent): 


2C3H"S! = 3HS + 2CS? + CSHY + ChHDIS. 


2. It burns with a very offensive odour, and a bright sooty flame. 
(Laurent, Rochleder.)—3. Decomposes in contact with heated nitric acid, 
with rapid evolution of red fumes and separation of sulphur. (Rochleder.) 
Nitric acid acts violently upon it at a gentle heat, forming sulphuric acid 
and bitter almond oil or benzoic acid. (Laurent.) — 4. It is not attacked 
by cold od of vitriol, but dissolves on the application of heat, forming a 
earmine-coloured solution (Laurent, Rochleder), which is decolorised, 
with separation of flakes by water. [Was benzylic ecid formed? (L.) ] 
5. With bromine, it forms an oily mass, while hydrobromic acid is given 
off. (Laurent.) — With codine it melts into a brown mass which dissolves 
with yellow colour in alcohol. (Rochleder.)— 6. When boiled with 
hydrochloric acid, it gives off a small quantity of sulphuretted hydrogen. 
(Laurent.) — 7. With melting hydrate of potash, it forms a red mass, 
whence thick fumes are evolved, which sublime in fern-lke groups of 
erystals like the products obtained from the compound by dry distillation. 
(Rochleder.) It is slowly decomposed by alcoholic potash, and water 
throws down from the solution a reddish oil, which forms with nitric 
acid a body apparently different from benzoic acid. From the alkaline 


solution free acids evolved sulphuretted hydrogen, (Laurent.) 


Sulphide of stilbene is insoluble in water and in alcohol]. (Laurent.) 
When boiled for some time with hydrated alcohcl, it dissolves abun- 
dantly, forming a yellow solution which does not yield any deposit on 
cooling. On boiling it gives off sulphuretted hydrogen. 

With ether it quickly forms a transparent liquid, which dissolves in 
small quantity in the excess of ether, and is reconyerted into a mealy 
powder by alcoho]. (Laurent.) 
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Hydrobromate of Bromostilbene. 
C*8H?* Br? — Or pris +, bt: 
LAURENT. rev. scrent. 16, 373; J. pr. Chem. 35, 424. 
Bromure de stilbene. 


Produced by the action of bromine on stilbene — with evolution of 
hydrobromic acid —in the form of a white powder, which is insoluble in 
alcohol and ether, and may be purified by washing with ether. 
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According to Laurent, the substance analysed doubtless contained hydrobromate 
of bibromostilbene C*SBr?H'®, HBr, a supposition which accounts, not only for the dif- 
ference between the analytical and calculated results, but also for the evolution of 
hydrobromic acid which accompanies the formation of the compound. 


When heated, it gives off hydrobromic acid and a very small quantity 
of free bromine. 


Chlorostilbene. C*ClH”. 
Laurent. Rev. scient. 16,3738; J. pr. Chem. 35, 425. 
Chlostilbase. 


Produced by the action of alcoholic potash on hydrochlorate of 
chlorostilbene, and like the latter, forms two modifications, a and fp. 

a. Hydrochlorate of chlorostilbene boiled with alcoholic potash, yields 
chloride of potassium and chlorostilbene a, which is precipitated by 
water as an oil capable of being distilled without decomposition. Soluble 
in alcohol and ether. 
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fB. When hydrochlorate of chlorostilbene 8 is boiled with alcoholic 
potash, an oil is produced which distils undecomposed, and has doubtless 
the same composition as a. 


Bromide of Chlorostilbene. — C*C1H,Br*. — a. Chlorostilbene a com- 
bines directly with bromine, forming a solid body, which is obtained in 
the crystalline state by solution in boiling ether and spontaneous eyapo- 


HYDROCHLORATE OF CHLOROSTILBENE, -- 1 


ration. Forms small six-sided prisms with dihedral summits. Dissolves 
sparingly in alcohol and ether. 

8. When bromine is poured upon chloride of stilbene B, a solid mass 
is formed; and on dissolving this in boiling ether and leaving the solution 
to evaporate, indistinct crystals are obtained, which yield by distillation 
bromine, hydrobromic acid, and compounds which cerystallise in needles. 
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Hydrochlorate of Chlorostilbene. 
C#HYCE = C*#H"CLHCI. 


LAURENT. (1844.) Rev. scient. 16, 8738; J. pr. Chem. 25, 422. 


Chlorure de stilbéne. 


Formation. Obtained in two isomeric modifications by the action of 
chlorine gas on melted stilbene. 

a. When the product of the action of chlorine gas on melted stilbene 
(p. 168) is treated with cold ether, a-hydrochlorate of chlorostilbene 
remains undissolved, and by solution in boiling ether and slow spon- 
taneous evaporation of the solution, may be obtained in beautiful crystals 
belonging to ule oblique prismatic system. (P, oP, oPo) Mig. 114, 
without ¢; a: m=106° 31; wu: m=109%. May be partially volatilised 
without poe cnn but at a higher temperature yields hydrochloric 
acid and an oily substance. Boiling alcoholic potash converts it into 
a-chlorostilbene. — It dissolves sparingly in ether, aud is quite insoluble 
in alcohol. 

8. When the ethereal solution separated from a is mixed with 
alcohol and left to evaporate, it yields eight-sided tables of @-hydro- 
chlorate of chlorostilbene and dull lenticular crystals of hydrochlorate 
of bichlorostilbene, while the oily compound remains in solution. The 
octagonal tables are picked out and recrystallised from a mixture of ether 
and alcohol. — Colourless, transparent tables belonging to the right 
prismatic system and having a faint pearly lustre. Fig. 48, without the 


narrow face and with the p-face predominating. ACP Pw, 0 Pe poe 
about 103°; » :2 about 112°; » : @ about 110°. Boiled with alcoholic 
potash it yields 8 chlorosalbene. Dissolves readily in alcohol, and still 
more in ether. 
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Hydrochlorate of Bichlorostilbene. 
CACEHY = CO CPAR Gin. 


Laurent. ev, scientif. 16, 373. 
Chiorure de chlostilbase. 


Formation and Preparation.—vid. Hydrochlorate of Chlorostilbene B. 

From the mixture of hydrochlorate of chlorostilbene and hydrochlo- 
rate of bichlorostilbene, the dull lenticular crystals are picked out and 
recrystallised from ether-alcohol by spontaneous evaporation; or the 
mixture is repeatedly crystallised from ether, and the hydrochlorate of 
bichlorostilbene thereby separated from the #-hydrochlorate of chloro- 
stilbene, which is more soluble in ether. White, opaque, lenticular crys- 
tals, Melts at 83°. 
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According to Laurent, it is C*7H"Cl,CO?. 


When boiled with alcoholic potash, it yields chloride of potassium 
and an oil containing chlorine. 
Somewhat less soluble in ether than hydrochlorate of chlorostilbene, 


Nitrostilbic Acid. _ 
C3N HUO# = Cie Bh Oo 


LAvRENT. Rev. scient. 16, 873; J. pr. Chem. 85, 428. 
Nitrostilbenstiure, Acide nitrostilbique. 


When stilbene is boiled for a quarter of an hour with nitric acid, 
there is formed, besides the resinous nitro-compound (p. 168), an acid 
liquid which, when decanted and diluted with water, deposits on cooling 
a light yellowish crystalline powder. This substance is dissolved out with 
dilute ammonia, and the acid precipitated from the filtrate by nitric 
acid, washed and dried. 

Yellowish crystalline powder, which melts at a higher temperature 
than nitrobenzoic acid and sublimes in scales, 
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Nearly insoluble in water, dissolves more readily in alcohol. still more 
in ether. 


Nitrostiltate of Silver. — Obtained by precipitating the ammoniacal 
solution of the acid with nitrate of silver; contains 41°0 p.c. silver, 
agreeing with the formula C*XH'"Ae’O0", which requires 41°6 p.c. 


Benzcia. C*H”0*. 


Rouraurtr. Ann. Chim. Phys. 21, 254; NV. Tr. 7, 235. 

Rosiquet & Boutron CHarLarp. Ann. Chim. Phys. 44, 364; 40, 294. 

Bonastre, *J/s Pharm. 16, 519; N. Zr. 28, 2, 184. 

Wouter & Liesig. Ann. Pharm. 3, 276; Pogg. 26, 474. 

Lavrent. Ann. Chim. Phys. 59, 402; Ann. Pharm. 17, 881; Pogg, 
36, 497.—Ann. Chim. Phys. 66, 198. 

ZIntin. Ann. Pharm. 34, 186. , 

GrerHARDT. Lev. scient. 10, 371. 


Stearoptene of Bitter Atmond Oil, Bittermandeldicampher.—First corvectly 
examined by WOHLER & Lizsie in 1832. 


Formation. 1. Occurs sometimes together with benzamide in crude 


bitter almond oi]. (Laurent.) — When bitter almond oil containing prussic acid 
is exposed to the air, it forms, besides benzoic acid, a yellow crystalline substance not 
possessing acid properties. (Robiquet.) Bonastre, in distilled bitter almond oil with 
spring-water, found in the residue, a resinous substance which, according to Laurent, 
consisted of bitter almond oil, benzamide and benzoin. 

2. By aqueous or alcoholic potash, especially in presence of cyanide 
of potassium, or by pure cyanide of potassium, bitter almond oil is 
converted into benzoin (comp. p. 24). 


Preparation. The benzoin which remains behind when crude bitter 
almond oil is rectified with potash or lime, is purified with hydrochloric 
acid and crystallised from alcobol.—2. One pt. of crude bitter almond 
oil is shaken up with a solution of 3 pts. hydrate of potash in 12 pts. of 
water, in a stoppered bottle, completely filled with the liquid. After 
three days, very small crystalline lamine are deposited, but are redis- 
solved by the oil on agitation; after fourteen days, the liquid is so 
loaded with it that it becomes thick; and after four weeks it becomes 
quite solid. The separated lamine are removed from the liquid by 
filtration. (Robiquet & Boutron Charlard.)—3. When water 1s satu- 
rated with crude bitter-almond oil and a small quantity of potash added, 
the liquid after a few days deposits benzoin in slender needles. (Wohler 
& Liebig.) A solution of the oil in baryta or lime-water behaves in a 
similar manner. (Zinin.)— When bitter almond oil containing prussic¢ 
acid is dissolved in a hot saturated solution of alcoholic potash, the 
mixture solidifies in a few minutes into a yellow crystalline mass of 
benzoin merely contaminated with a little potash and a resinous matter, 
and easily purified by crystallisation frem hot alcohol. The quantity of 
benzoin thus obtained is nearly equal to that of the bitter almond oil 
used. If the proportion of hydrocyanic acid is teo great, the mixture 
remains fluid for a long time, turns brown, and solidifies in a curdy mass, 
Lenzimide being then produced. If a sample treated with alcoholic 
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potash yields too little benzoin, itis better to prepare pure bitter almond 
oil, and treat it as follows. (Zinin.) —5. Pure bitter almond oil in con- 
tact with a weak alcoholic solution of cyanide of potassium or with 
alcoholic potash containing a few drops of prussic acid, is soon converted 
into benzoin. (Zinin.) 


Properties. Transparent, bighly lustrous, regular six-sided prisms, 
sometimes with three rhombohedral faces. Melts at 120°, forming a 
colourless liquid which solidifies in a broadly laminated, radiating mass. 
Boils when strongly heated and yolatilises undecomposed. ‘Tasteless 
and inodorous. 


Wohler & Liebig. Laurent. 
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Isomeric with benzoate of benzyl and polymeric with bitter almond oil.—May be 
regarded as the aldide of benzilic acid (Laurent, Méthode de Chimie, 108). 


Decompositions. 1. The vapour passed through a red-hot tube is 
converted into bitter almond oil. (Gerhardt, Zraité, 3,277.) [@J. L.]. 
— Burns in the air with a clear luminous flame. — 3. Heated in chlorine 
gas, it yields benzile and hydrochloric acid. (Laurent.) 


C2HYOt + 2C]l = C®H"O* + 2HCL. 


4. In contact with bromine, it becomes heated to the boiling point and 
gives off a large quantity of hydrobromic acid; and after the excess of 
bromine has been expelled by heat, there remains a brown viscid liquid 
which smells like bromide of benzoyl, but does not solidify like that 
compound. On dissolving it in alkali and adding hydrochloric acid, 
flakes separate consisting of delicate needles, which are neither benzoin 
nor benzoic acid. (Wohler & Liebig.) [Probably benzile. L.] 5. Heated 
with strong nitric acid, it yields benzile, with evolution of nitric acid. 
(Zinin.) 
C4020? + NO? = CPRMO? + 2H0 +, NOs 


6. It is violently attacked by pentachloride of phosphorus, with forma- 
tion of chlorophosphoric acid, and of various products dificult to obtain 
in the pure state. (Cahours, V. Ann. Chim. Phys. 28, 351.)— 
7. With oil of vitriol, it forms a violet-blue solution, which soon turns 
brown, and when heated, first becomes green, then black and gives off 
sulphurous acid. (Wohler & Leibig.)— 8. Benzoin is not altered by 
boiling potash-ley. (Wohler & Liebig.) Boiled with alcoholic potash, 
it yields benzilic acid [together with a volatile body having the odour 
of naphthalin. J. L.], (with evolution of hydrogen, according to Ger- 
hardt, Zraité 3, 277). Fused with hydrate of potash, it forms benzoic 
acid and gives off hydrogen. (Wohler & Liebig.) — 9. In contact with 
aqueous ammonia for two months, it forms benzoinamide; with alcoholic 
ammonia, it yields benzoinam, benzoinamide, and various products difficult 
to obtain in the pure state. Laurent passed ammoniacal gas into absolute 
alcohol in which benzoin was immersed; after 4 or 5 months, the mixture 
contained: 1. Benzoinam; 2. A body crystallising in rhombic tables 


ACETYL BENZOIN. ‘Les 


and soluble in 800—1000 pts. of alcohol; 3. Microscopic needles which 
appeared to be benzoinamide; 4. Crystalline grains, which dissolved with 
tolerable facility in alcohol; 5. A soft resin which dissolved easily in 
alcohol, very easily in ether; 5 and part of 4 remain dissolved in the 
liquid. — Hydrosulphate of ammonia does not appear to act upon benzoin. 
(Laurent. ) 


Combinations. Benzoin is insoluble in cold water, but dissolves 
sparingly in boiling alcohol, and crystallises in slender needles on 
cooling. (Wohler & Liebig.) 

Tt dissolves in hot alcohol more readily than in cold alcohol, (Wohler 
& Liebig.) 


T. Acetyl-benzoin. 
C?HHOS — On O07 CO: — Cer Grrr Ge 
ZININ. Ann. Pharm. 104, 120. 


Formation and Preparation. By the action of chloride of acetyl on 
benzoin. — When chloride of acetyl is poured upon benzoin (3 pts. of 
the former to 4 pts. of the latter) the action begins but slowly at ordinary 
temperatures; but on heating the mixture to 40° or 50°, the benzoin 
dissolves, with evolution of hydrochloric acid. The heat mast not be 
raised above 50° till the solution is complete, as otherwise the mass turns 
black and becomes difficult to purify. If the solution be then heated 
over the water-bath till nothing more is evolved at 100°; the product 
(whose weight amounts to about $ of that of the benzoin used) slowly 
solidifies on cooling to a crystalline mass which dissolves readily in 
alcohol and ether, and may be recrystallised therefrom. 


Properties. Crystallises from the ethereal solution by slow evapora- 
tion in large rhombic prisms and six-sided tables; from the hot alcoholic 
solution in thin shining crystals. Melts below 100°, forming a colourless 
liquid which thickens on cooling, and remains viscid for a long time, but 
afterwards solidifies in a gummy mass, and slowly changes, especially 
in thin layers, into a white crystalline mass. 
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The substance analysed was recrystallised from alcohol and ether. 


The compound is not acted upon by sulphuric or hydrochloric acid. 
Strong nitric acid produces with it a mixture of two nitro-products in 
the form of a viscid, transparent, nearly colourless mass, insoluble in 
water, but dissolving easily in alcohol and still more in ether; the ethereal 
solution deposits a nitro-compound in crystalline crusts. — Acetyl-benzoin 
is not acted upon by aqueous potash, but with alcoholic potash it yields 
a mixture of acetate and benzoate of potash. 

Insoluble in water, but dissolves readily in alcohol and ether, warm 
alcohol dissolving nearly twice its weight of the compound. 
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{. Benzoyl-benzoin. 
C&HMO? = CUHIO2.C*HPO! = C#H(CHI02) 04. 


Zintn, Ann. Pharm, 102, 116. 


Formation and Preparation. By the action of chloride of benzoyl 
on benzoin. No action takes place at ordinary temperatures, but if the 
mixture be heated till the benzoin is completely dissolved and no more 
hydrochloric acid is evolved, even at a temperature near the boiling point 
of chloride of benzoyl, a slightly yellowish oily liquid is obtained, which 
on cooling deposits benzoyl-benzoin in warty, laminar, crystalline masses, 
and if the proportion of chloride of benzoyl is not too great, the entire 
liquid sometimes solidifies into a white mass. ‘To purify this product, it 
is poured while yet liquid into cold alcohol of 75 per cent. (in which it 
dissolves but sparingly) and diffused through it by brisk agitation; it is 
thereby obtained in the form of a crystalline powder, which is separated 
from the liquid when quite cold and washed on a filter with cold alcohol. 
— The quantity of benzoyl-benzoin obtained is always the same, viz. 1 At., whether 
1,2or3 At. chloride of benzoyl be used to 1 At. benzoin; but if only J] At. chloride of 
benzoyl be used, it is necessary to heat the mixture more strongly and for a longer time, 
and it is then apt to turn dark yellow or even brown. 


Properties. Crystallises on cooling from boiling alcohol in thia 
colourless needles resembling benzoin, and from ether by spontanécus 
evaporation in large shining rhombic prisms. Melts at 125°, forming a 
colourless liquid which on cooling becomes viscid and tenacious and then 
solidifies in an amorphous mass, which becomes opaque and crystallises 
slowly when left to itself, more quickly when rubbed with a hard body, 
and still more when warm alcohol or ether is poured upon it. 


Zinin. 
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Decompositions. The compound is not acted upon by hydrochloric or 
by dilute sulphuric acid, but strong sulphuric acid decomposes it with the 
aid of heat. Chlorine has no action upon it even in the melted state. — 
With nitric acid it forms nitrobenzoyl-benzoin, C?H™XO*% Aqueous 
potash does not act upon benzoyl-benzoin, but alcoholic potash dissolves 
it with violet colour, and when the action assisted by boiling is complete, 
2 mixture of benzoate and benzilate of potash is obtained. 


Combinations. Insoluble in water, very sparingly soluble in cold 
alcohol, but dissolves in six times its weight of boiling 80 per cent. 
aleohol. Dissolves readily and abundantly in ether, especially when 


heated. 
Dissolyes without decomposition in chloride of benzoyl. 


ae 


NITROBENZOYL-BENZOIN. Bb: 


4. Nitrobenzoyl-benzoin. 
C®N HO — C¥X HOS, 


ZInNIN. Ann. Pharm. 102, 118. 


P= Yormation and Preparation. By the action of fuming nitric acid on 
benzoyl-benzoin. — When benzoyl-benzoin is added to nitric acid (either 
colourless or yellow) of sp. 1°51, heat is evolved and the substance 
melts; if only a small quantity of nitric acid is present, the benzoyl- 
benzoin dissolves in it on the application of heat, and separates out 
again in its original state on cooling; but if 14 pts. or more of nitric acid 
be added to 1 pt. of benzoyl-benzoin, the latter dissolves without external 
heating, and with scarcely any evolution of red vapours; and on pouring 
the yellowish solution into cold water, a resinous body is deposited which 
is hard while cold, but melts easily in hot water. This substance is 
washed with water as Jong as the water thereby acquires a yellowish 
colour and acid reaction, and the washed product (amounting to 2 of the 
benzoyl-benzoin used) is treated with cold ether, which dissolves a por- 
tion and leaves nitrobenzoyl-benzoin in the form of a crystalline powder 
amounting to rather more than half the weight of the benzoyl-benzoin; 
it is purified by recrystallisation from boiling alcohol. — The ethereal solu- 
tion leaves on evaporation a thick oil, sparingly soluble in alcohol, which appears also 
to be a nitro-compound. 


Properties. Crystallises from boiling alcohol in white shining scales 
composed of rhombic plates aggregated in scalariform groups. Melts at 
187°, forming a colourless liquid, which solidifies at 1]0°, in a granular 
mass like starch-sugar; in thin layers it solidifies to a gummy mass, which 
however quickly becomes opaque and crystalline when rubbed with a 


hard body. 


Zinin, 
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The compound is insoluble in water. Strong nitric acid dissolves it 
readily and in large quantity, especially at a gentle heat, and without 
decomposition; but on boiling the liquid, a new body is formed, which 
dissolves pretty readily in ether, but is less soluble in alcohol than the 
nitrobenzoylbenzoin, and separates in the pulverulent form as_ the 
solution cools. 

Nitrobenzoylbenzoin dissolves in 12 pts. of boiling alcohol, and sepa: 
rates out almost completely on cooling: it is insoluble in ether. 4. 
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Stilbous Acid. C*®H”O* ? 


Rosiquet & Bourron CuarLarD. (1880.) Ann. Chim. Phys. 44, 371. 

Liesig & WINCKLER. Ann. Pharm. 18, 324; Pogg. 41, 389. 

Liepia & Pevouze. Ann. Pharm. 19, 289; Ann. Chim. Phys. 63, 145. 

Laurent. Ann. Chim. Phys. 65, 193; J. pr. Chem. 12, 416.—N. Ann. 
Chim. Phys. 1, 309; Ann. Pharm. 38, 835.—fev. scientif. 10, 120; 
J. pr. Chem. 27, 310.— Rev. scient. 16, 8378; J. pr. Chem. 35, 429.— 
Compt. rend. 22, 789. 

Laurent & GerHARDT. Compt. chim. 1850, 117. 


Stilbinige Stiure, benzoesaures Bittermandelél, benzoesaurer Benzoylwasserstof, 
Benzoate d’hydrure de benzoile, Acide stilbeux, Suroxide de stilbéne.—Appears to 
have been first observed by Stange (Repert. 14, 369) in bitter almond oil which had 
been treated with chlorine gas, but was first recognised as a peculiar substance distinct 
from benzoin by Liebig & Winckler. ; 


Formation. By treating bitter almond oil, cherry-kernel oil, or laurel 
oil, containing prussic acid with moist chlorine gas (Robiquet & Boutron 
Charlard, Liebig & Winckler, Laurent),— or with fuming oil of vitriol 
(Laurent), — or with chloride of sulphur. (Laurent.) 


Preparation. 1. Moist chlorine gas is absorbed by bitter almond oil 
(or laurel oil), with considerable rise of temperature, and the clear 
greenish yellow liquid saturated with chlorine deposits, after a few . 
hours, small crystals which often cause the entire liquid to assume the 
form of a compact solid mass. On treating this mass with ether, a 
white crystalline powder remains undissolved. (Robiquet & B. Charlard, 
Liebig & Winckler.)—— 2. When three measures of commercial bitter 
almond oil are mixed with one measure of fuming oil of vitriol, great 
heat is evolved; and the brown liquid thickens and solidifies in the 
cold to a crystalline mass, which, on being shaken with water, separates 
into two layers; the lower consisting of sulphuric acid with a small 
quantity of bitter almond oil, while the upper is semi-solid and yields, 
when treated with a small quantity of ether-aleohol—which takes up 
* any bitter almond oil that may have remained unaltered—a white erys- 
talline powder, which, when recrystallised from hot alcohol, forms either 
rectangular prisms or slender needles. (Laurent.) —38. Bitter almond 
which did not yield any product when subjected to the process just 
described, was, after being treated with oil of vitriol, immediately mixed 
with ether, and gradually neutralised with ammonia ; an oily layer then 
separated, which solidified after a while, and yielded rectangular prisms 
when boiled with alcohol. (Laurent.) — 4. Bitter almond oil becomes 
strongly heated in contact with chloride of sulphur, and evolves hydro- 
chloric acid; and if the oily product containing a few needles, be treated 
after a few hours with a mixture of ether and alcoholic ammonia, three 
layers are formed, the lower of which is a thick mass chiefly consisting 
of sulphur, the middle an alcoholic solution of sal-ammoniac, and the 


upper an ethereal solution of unaltered bitter almond oil and stilbous- 
acid. (Laurent.) 


Preparation. Crystallises in two different forms: the products - 
1, 3 and 4, and sometimes also 2, crystallise in dazzling white, transparent 


4 
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rectangular prisms, whose terminal faces are replaced by two faces 
intersecting one another at an obtuse angle and resting on the horizontal 
edges of the prisms; one of these faces generally predominates and gives 
the crystals the aspect of an oblique rectangular prism. (Liebig & 
Winckler, Laurent.) The crystals obtained by (2) are small rhomboidal 
prisms whose terminal faces are replaced by two faces intersecting at an 
acute angle and resting on the edges of the prism. (Laurent.) The 
two forms cannot be made to pass one into the other by recrystallisation 
from hot alcohol; but if the rectangular crystals be kept for a few 
seconds in the melted state and then dissolved in hot alcohol, the solu- 
tion on cooling deposits the rhomboidal prisms. (Laurent.) The salt 
melts when heated at about 160° (Robiquet & B. Charlard) without 
volatilising, and solidifies on cooling in an opaque radiated mass or a 
transparent gum. (Laurent.) ‘Tasteless and nearly inodorous; without 
action on vegetable colours. 


Formule and Calculations according to: 


i. Liebig. II. Laurent. 
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For the analyses a, 4, c, d and #, the substance was prepared by (1); for 
e, f, g, h and i, by (2); the analysis 7, was made by Laurent eight years later than the 
rest.—Calculation I, is founded on analyses a... . A, and regards the substance as 
benzoate of hydride of benzoyl, 2C4H'O?,C4H°O!: II, is founded on the analyses 7%, 4, 
and assumes the formula, 3C“H®O2,C4H°O*, Laurent & Gerhardt observe (Compt. 
chim. 1850, 117), that these views do not explain the formation of the compound by 
the action of oil of vitriol, and they suggest that its formation takes place with the 
agency of hydrocyanic acid (like the formation of mandelic acid) as represented by the 
following equation (Calculation ILI): 


3C4H6O2 + C2NH + 2HO = C#H'8O® + NHS; 
N 2 


180 COMPOUNDS CONTAINING TWO OR MORE At, CUH®, 


at the same time they direct attention to the decomposition (4). Calculation IV, 
agrees better with the greater number of the analyses. According to this view, the 
action of the oil of vitriol, or of the hydrochloric acid resulting from the moist chlorine 
converts the hydrocyanic acid into formic acid, which unites with 2 At. bitter almond 
oil or 1 At. benzoin, while 2 At. water are separated (compare Decomposition 4, and 
the potash-compound) : 


C»H2O§ = C4HHO? = C?H20* — 2HO. 


The formation of benzoic acid on heating the compound with alcoholic potash does not 
necessitate the assumption that the compound actually contains benzoic acid, inasmuch 
as that acid is produced, under the same circumstances, from bitter almond oil. (p.23). 


Decompositicns. 1. Stilbous acid yields by distillation first a yel- 
lowish, then a greenish oil, which dissolves in ether, leaving elongated 
lamine. (Laurent.)— 2. Chlorine gas passed through fused stilbous acid 
forms hydrochloric acid and an oil which solidifies partially after a while, 
and is partly dissolved when boiled with water; the solution on cooling 
yields small right rectangular prisms, which crystallise in the same form 
after fusion, burn with a flame which has no green edges — therefore 
do not contain chlorine—wmay be volatilised without decomposition 
(therefore are not mandelic acid, L.), and form with nitric acid, a solu- 
tion, yielding by evaporation a substance which dissolves in alcohol and 
ether as well as in ammonia, but does not appear to be a definite com- 
pound. The portion of the oil insoluble in boiling water dissolves in alcohol and in 
ether, and for the most part also in boiling potash. The still hot potash-solution forms 
when saturated with acids, a laminated crystalline precipitate, which melts when heated, 
solidifies in a fibrous mass on cooling, dissolves in alcohol and ether, but does not 
consist of benzoic acid [stilbesic acid? L.] (Laurent).— 3. Stilbous acid is 
slowly decomposed by boiling nitric acid; the solution does not contain 
benzoic acid. (Laurent.)— 4. Heated with oil of vitriol, it gives off 
carbonic oxide; and the residue treated with water yields a thick brown 
mass, which smells like bitter almonds, and dissolves partially in 
ammonia. — 5. Boiled with alcoholic potash, it yields benzoate of potash. 
(Liebig.) —6. In contact with alcoholic ammonia it remains unaltered. 
(Laurent. ) 


Combinations. Stilbite of Potash.— Formed by the action of very 

. strong potash-ley on stilbous acid, ag an oily-liquid, which, when exposed 

to the air, gives off 8 or 10 per cent. of water, and solidifies in a fibrous 

mass, which at a temperature somewhat above 100°, gives off 25 p. c. 

(about 10 At.) water and leaves a solid tumefied mass containing 
17-1 p. c. potash. 


Laurent. 
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If the compound were C?H17KO8 (according to I), it should contain 12°68 per cent. 
of potash, whereas the formula C°H**K?O” (according to I), or, according to Laurent, 
CSH'KO®, requires 18°28 p.c. KO, and the formula C#K'7KO8 (according to III), 
requires 12 p.c. KO. 


Stilbous acid is insoluble in cold alcohol, but dissolves abundantly in 
hot alcohol, and readily in ether. 
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Stilbesic Acid. 


LAuRENT. rev. scient. 16, 887; J. pr. Chem. 85, 480. 
Laurent & GERHARDT. Compt. chim. 1850, 117. 


Acide stilbeseux, Suroxide de stilbése. 


When bitter almond oil is treated with chlorine gas, aided by heat 
towards the end of the process, the whole solidifies on cooling into a 
crystalline mixture of benzoic acid, stilbesic acid, a body crystallising in 
slender needles, and chloride of benzoyl; and if the chloride of benzoyl 
be allowed to drain on a funnel stopped with coarsely pounded glass, the 
mass pressed between paper and treated with cold ether-alcohol, stilbesic 
acid remains behind, and may be crystallised by solution in boiling 
ether and spontaneous evaporation. 

Oblique rhombic prisms. Hig. 84, without f and 7%; fig. 84 without 
Peder? tee el OG OU ) es b= LOs ; to U2 96 sam == 96. 
Melts at 145°, and if the whole has not been fused, solidifies at the same 
temperature, but after complete fusion, not till cooled down to the ordi- 
nary temperature, forming a transparent gum which when carefully 
heated, slowly crystallises in opaque radiated nodules. 
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Laurent supposes that, in the formation of stilbesic acid, 2 At. bitter almond oil 
have taken up 1 At. oxygen to form stilbous acid, and that in this compound 2 At. H 
are replaced by O, water being at the same time decomposed: for although the chlorine 
used was dry, the hydrochloric acid vapours above the oil had nevertheless condensed 
moisture from the air. This view takes no account of the decomposition by oil of 
vitriol. According to Laurent & Gerhardt, the prussic acid contained in the bitter 
almond oil exerts an influence on the formation of stilbesic as well as of stilbous acid. 
Any more definite conclusion appears for the present unattainable. . 


Stilbesic acid yields by distillation an oil which on cooling deposits 
crystals, apparently a product of decomposition. (Laurent.) — Heated 
with oil of vitriol, it gives off carbonic oxide gas; water added to the 
residue separates benzoic acid. (Laurent & Gerhardt.) —It dissolves 
in potash and in ammonia and is precipitated therefrom by water. 
(Laurent.) 

Stilbesate of Silver.— The boiling ammoniacal solution mixed with 
nitrate of silver forms shining scales. (Laurent.) 


Laurent. 
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The acid dissolves very sparingly in alcohol and in ether. The solu- 
tion does not redden litmus, (Laurent.) 
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The solution in ether-alcohol obtained in the preparation of stilbesic 
acid yields by evaporation, benzoic acid and slender needles. These 
when freed from benzoic acid by dilute ammonia and purified by recrys- 
tallisation from cold ether, form long, shining, needle-shaped crystals 
united in tufts; after fusion, they solidify in an amorphous mass, which 
when gently heated crystallises in microscopic spherical nodules. These 
crystals dissolve in boiling ammonia and are precipitated therefrom by 
acids. (Laurent.) When distilled, they yield another substance which 
crystallises in distorted needles. 


Benzilic Acid. 
C28H?208 — CHO? 04. 


Lirnic. (18388.) Ann. Pharm. 25, 25. 
ZININ. Ann. Pharm. 31, 329. 


Acide stilbigue, Stilbinsaure. 


Formation and Preparation. Hot alcoholic potash is added to benzoin 
or |better, J. L.]| to benzoyl, till a fresh addition no longer causes any 
blue colouring; the alcohol is then driven off, and the alkaline liquid 
diluted with water, mixed at the boiling heat with excess of hydrochloric 
acid, and filtered from any oil or resin that may be separated. The 
filtrate becomes milky on cooling and deposits crystals of the acid. 
(Liebig.) Benzile or benzoin is dissolved in boiling and tolerably con- 
centrated alcoholic potash, in such quantity as to leave the liquid dis- 
tinctly alkaline. ‘The mixture is then boiled till a portion of it mixes 
with water without turbidity; the liquid evaporated to dryness over the 
water-bath; the residue exposed to air rich in carbonic acid till the 
potash is completely saturated with that acid [the conversion of the 
caustic potash into carbonate may however be better effected by adding 
carbonate of ammonia before evaporating; J. L], the mass treated with 
alcohol; the solution separated from the carbonate of potash, mixed with 
water; the alcohol distilled off, the remaining liquid boiled with animal 
charcoal till it becomes colourless or retains only a slight yellowish tint, 
and then filtered; the charcoal washed with hot water; and the solution 
left to evaporate to the crystallising poiut. The crystallised potash-salt 
is dissolved in water; the solution poured into an excess of boiling and 
largely diluted hydrochloric acid; and the mixture boiled till the turbi- 
dity produced on mixing has completely disappeared. If the liquid be 
then left to cool slowly, it becomes opalescent and filled with long needles 
of benzoic acid. (Zinin.) 


Properties. Hard, shining, transparent needles. Inodorous. Has a 
sourish, bitter, metallic taste. Melts at 120°, forming a colourless liquid. 
(Zinin.) Has a strong acid reaction. : 
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Decompositions. 1. Heated above the melting point, it turns red, 
aud emits a peculiar odour and a violet-red vapour, which condenses into a 
brown-red oil having a burning sharp taste, distilling without alteration, 
insoluble in water, but dissolving easily and with red colour in alcohol and 
ether; the solution is rendered turbid by water, but not decolorised, it is 
decolorised by potash ammonia and nitric acid, but not by hydrochloric or 
sulphuric acid. (Zinin.) — 2. To oil of vitriol, benzilic acid and its salts 
impart a fine carmine colour, which is not easily destroyed by heat; it dis- 
appears on addition of water, but reappears on evaporation. (Liebig, 
Zinin.) — 3. With pentachloride of phosphorus, it yields phosphoric acid, 
chlorophosphoric acid, and chlorobenzile. (Cahours.) — 4. Benzilate of 
potash when strongly heated, gives off white vapours which condense to a 
colourless oil, smelling like naphthalin, having a rough burning taste, dis- 
tilling without alteration, easily soluble in alcohol, and precipitated there- 


from by water. The residue contains charcoal and carbonate of potash. 
(Zinin.) 


Combinations. The acid dissolves sparingly in cold, more readily in 
boiling water. 

Tt dissolves in hot nitric acid, and is precipitated unaltered by water. 
(Zinin.) 


Benzilate of Potash.— (Preparation, vid. sup.) Colourless transparent 
crystals, easily soluble in water and alcohol, insoluble in ether. The 
aqueous solution, evaporated at a strong heat, solidifies in a mass con- 
sisting of narrow tables. Melts above 20v°, forming a colourless liquid, 
which solidifies on cooling. It is decomposed at a high temperature 
(vid. sup.). — Anhydrous. Contains 17°59 per cent. of potash, and is 
therefore C*H'KO*®% (Zinin.) 


Benzilate of Lead. — Obtained by dropping a solution of neutral 
acetate of lead into the aqueous acid as long as any precipitate is pro- 
duced. White powder, unalterable at 100°; when heated, it melts into 
a red liquid and gives off violet-red vapours. Dissolves to a slight 
extent in hot water. Contains 82°87 per cent. of oxide of lead, and is 
therefore C%H™"PbO®. (Zinin.) 


Benzlate of Silver. — Obtained by precipitating nitrate of silver 
with the ammonia or potash salt. White crystalline powder. At 100", 
it assumes a smalt-blue colour, without loss of weight, but after some 
time becomes brown-red and begins to decompose; at a higher tempera- 
ture it melts, gives off violet-red vapours, and leaves metallic silver. 
Slightly soluble in hot water. 


Liebig. Zinin. 
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The acid dissolves in alcohol and in ether 
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Chlorobenzile. 
C8CLH"O* = CCl O% 


Canours. (1849.) WM. Ann. Chim. Phys. 23, 350; J. pr. Chem. 
45, 146;—abstr. Ann. Pharm. 70, 46. 


Pentachloride of phosphorus acts violently, with the aid of heat, upon 
benzilic acid, a large quantity of hydrochloric acid being evolved, and the 
product, when distilled, yielding chlorophosphoric acid at 111°, and from 
250° upwards, chlorobenzile, which is washed with cold water, dried 
by chloride of calcium and rectified. 

Colourless liquid, heavier than water, boiling at about 270°, and 
having a powerful odour. 


Cahours. 
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In contact with moist air, it is quickly converted into hydrochloric 
and benzilicacid. With hot strong potash-ley, it quickly yields chloride 
of potassium and benzilate of potash. With ammonia and aniline it 
forms crystalline products (benzilamide and benzilanilide ?). 


Benzile, C*H'0*. 


LAtRENT. (1835.) Ann. Chim. Phys. 59, 402; Ann. Pharm. 17, 91; 
Pogg. 36, 501; J. pr. Chem. 35, 46. 

Liepie. Ann. Pharm. 25, 25. 

Zin1n. Ann. Pharm. 34, 188.—J. pr. Chem. 33, 35. 

Gregory. Compt. chim. 1845, 308. 


Benzoyl, Benzyl, Sousoxyde de Stilbése. 


Formation. By the action of chlorine or nitric acid upon benzoin.— 
Gregory, on one occasion, obtained benzile, in attempting to prepare benzoin by heating 
bitter almond oil with hydrocyanic acid and alcoholic potash. 


Preparation. 1. By passing chlorine gas over fused benzoin, as long 
as hydrochloric acid is evolved, and crystallising the product from 
alcohol. (Laurent.) —2. When 1 pt. of dry benzoin is gently heated 
with 2 pts. of strong colourless nitric acid, nitrous acid is copiously 
evolved, and the benzoinu melts into a clear yellow oil which rises to 
the surface of the liquid and consists of pure benzile. (Zinin.) 


Properties. Yellowish, nearly colourless. Crystallises from the 
alcoholic or ethereal solution by spontaneous evaporation in regular six- 
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sided prisms. (P. oP.oP or R. oR.) (dg. 187, fig. 146.) co: 6 
ee Oerreeane, ip a lod 3 9) Go 152) ~The crystals com- 
monly have in the middle a hollow space with six sides parallel to the 
faces of the prism. (Laurent.) Conchoidal fracture. After fusion 
between 90° and 92°, it solidifies in a fibrous mass. Volatilises without 
decomposition. Inodorous and tasteless. 


Laurent. Liebig. _ 
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Decomposition. 1. Burns with a red sooty flame. (Laurent.) — 
2. Itis not altered by boiling with nitric acid. (Laurent.) — 2. It is not 
decomposed by boiling with potash-ley (Laurent); but when boiled with 
alcoholic potash it turns blue and forms benzilic acid. (Liebig.) — 
4, The vapour passed over red-hot lime yields an oil and a small quantity 
of charcoal. (Laurent.)— 5. When an alcoholic solution of benzile 
is mixed with aqueous ammonia, a white fine-grained precipitate of 
azobenzile (C“NH'O?) is produced; at the same time benzoate of 
ethyl is formed, and a substance which dissolves readily in alcohol, 
and crystallises in small needles. The latter substance is formed 
in larger quantity when the alcoholic solution of benzile is gradually 
mixed with small quantities of aqueous ammonia, and kept boiling all 
the while, till the liquid becomes turbid. (Zinin.) When an alcoholic 
solution of benzile saturated at a high temperature, is saturated while yet 
warm with dry ammoniac.l gas, and suffered to cool during the passage of 
the gas, a white sediment is produced, which, in the course of 24 hours, 
becomes covered with small needles, while other products remain in 
solution. The products thus formed are imabenzil, benzilimide, benzilam 
and an oil very soluble in alcohol. (Laurent.)—6. Sulphuretted 
hydrogen forms, with abundant deposition of sulphur, a yellow oil 
smelling of garlic; this oil, however, is more readily formed by distilling 
benzoy] with hydrosulphate of ammonia. (Zinin.). By the action of 
hydrosulphate of ammonia on benzile, two or three different substances 
are formed, among which hydrobenzile (p. 185) occurs. (Zinin.) — 
7. Benzile fused with potassiwm gives off violet vapours and leaves a 
carbonaceous residue. 


Combinations. Insoluble in water. Dissolves in hot oil of vitriol 
and is precipitated therefrom by water. (Laurent.) 


Hydrocyanate of Benzile. — When to a solution of benzile in boiling 
alcohol, there is added a quantity of nearly anhydrous prussic acid about 
equal to that of the benzile, the mixture, on being left to itself, deposits 
white shining rhombic tables produced from a combination of the rhombo- 
hedron with a right prism. (Zinin.) 
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Melts and decomposes when heated, leaving a residue of benzile. 
Heated with nitric acid or ammonia, it yields benzile. The alcoholic 
solution mixed with nitrate of silver forms cyanide of silver, and benzile 
erystallises from the solution. The alcoholic solution heated with 
mercuric oxide reduces it, and at the same time, the presence of benzoate 
of ethyl becomes perceptible. The compound is not altered by boiling 
with water or with salts. 

Benzile dissolves readily in alcohol and in ether. 


Appendix to Benzile. 
Hydrobenzile. ©*H”0’. 
Zinn. (1844.) J. pr. Ohem. 33, 35. 
When benzile is treated with hydrosulphate of ammonia, two or 


three different bodies are produced, one of which forms crystals in the 
shape of concavo-convex lenses united in spiral geodes. Melts at 47° 


forming a colourless liquid which may be distilled without alteration, — 


and solidifies in the crystalline form at 42°. Smells like bitter almond 
oil and has a sweetish burning taste. 


Zinin 
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Boiled with nitric acid, it forms a yellow resin, which is not com- 
pletely precipitated by water. 

It is not altered by boiling with solution of potash. -It does not give 
off ammonia when fused with hydrate of potash. It dissolves in alcoholic 
potash, and appears not to be altered by boiling. 

It is but slightly attacked by chlorine gas. 

Dissolves readily in oil of vitriol, and is precipitated by water in its 
original state. 

Insoluble in water, but dissolves readily in alcohol and ether. 


Picril. 
C°NH“O! or C8NH"0! (= C#NH%02,02). 1 


LAURENT. (1844.) Zev. scient. 18, 201; J. pr. Chem. 85, 448.—N. Ann. 
Chim. Phys. 19, 269; J. pr. Chem. 40, 407; Ann. Pharm. 62, 108. 


Preparation. The ethereal liquid from which erude stilbene (p. 167) 
has separated on cooling, yields by spontaneous evaporation a very dark- 
coloured oil and brown crystalline grains which, after the addition of a 
small quantity of ether, must be separated quickly from the liquid. The 
solution still yields by evaporation a few more crystalline granules, which 


ow ae 
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may be washed with a mixture of ether and alcohol; the mother-liquor 
is again left to evaporate as long as any crystalline granules separate. 
The crystalline granules, when dissolved in ether and several times 
recrystallised, yield very beautiful colourless crystals. 

Colourless octohedrons belonging to the oblique prismatic system, and 
having their summits and the smaller edges of their bases truncated. 
(+P: — P on the lateral edges = 112°; — P; + Pon the edges of 
thesbase — 117°; += P > eiReeeo1ade 30’ : oP >: + P— 138° 30’; 
Chek —— 121730, 

eens at a gentle heat and solidifies into an opaque gummy mass on 
cooling. 
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From analysis a, Laurent formerly deduced the formula I, according to which, 
picril might be a compound of benzolone and cyanogen (CPVNH4O* = C®HMOt + C2N) ; 
analysis 6 was afterwards made with somewhat yellowish crystals; ec with perfectly 
colourless crystals. 


Decompositions. Pulverised picril immediately forms with bromine 
a gummy mass, a small quantity of hydrobromic acid escaping at the 
same time. The product, after being purified from free bromine by 
washing with water, then dissolved in ether, reprecipitated by alcohol, 
and freed from adhering ether and alcobol by gentle heating in 
vacuo, forms a colourless, transparent, brittle resin, which contains 
61°36 p.c. C, 3°33 p.c. H, and 24°30 p.c. Br. and according to Laurent, 
is a mixture of C?N BrH“O# and C#N Br?H™O*. It appears to be capable 
of distilling partly without alteration, but at last a small quantity of 
hydrobromic acid is evolved, and charcoal also in small quantity left 
behind, — Chlorine, aided by heat, acts like bromine, evolving hydro- 
chloric acid, and forming a soft resinous mass which dissolves readily in 
ether and is precipitated therefrom by alcohol; it contains 68°2 p.c. C 
and 88 p.c. H, and is therefore a mixture of C*NCIH“O* and 
LN CV? OS. 

8. Picril boiled with nitric acid is at first converted into a yellow 
resinous mass, which, after boiling for some time, dissolves and is converted 
into nitropicril. — 4. When picril is boiled with aqueous chromic acid, a 
brown mixture is produced, partially soluble in ether. The insoluble 
portion may be sublimed in white lamine at a high temperature. 
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5. Picril is decomposed by potassium with the aid of heat, and ether 
extracts from the product a body which crystallises in rhombs. — 6. It 
is not decomposed by boiling with alcoholic potash. 

Picril dissolyes very readily in ether, much less readily in alcohol. 


Nitropicril. 
CAN XA EE O* Or Oc conta tek oe, 
LAURENT. loc. cit. 
When picril is boiled with nitric acid till the whole is dissolved, the 


solution on cooling deposits a yellow somewhat crystalline powder, a 
little more of which separates on addition of water. 
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When heated it decomposes with emission of light. 
It dissolves very sparingly in alcohol, very readily in ether. 


Thionessal. ; 
C* HIS os CY HS, OMHS. 


LAURENT. (1844.) Rev. scient. 18, 197; J. pr. Chem. 35, 44, 


Sulfessal. 


Formation and Preparation. In the dry distillation of sulphide of 
stilbene or of the crude product of the action of hydrosulphate of 
ammonia on bitter almond oil, after the stilbene has passed over and 
solidified in scales and the heat has risen, needle-shaped crystals condense 
in the neck of the retort, and may be purified by boiling them in the 
state of fine powder with ether, which dissolves out the stilbene mixed 
with them. The residual white powder is boiled with a large quantity 
of ether, till it is completely dissolved, and the ethereal solution deposits 
thionessal by cooling or by spontaneous evaporation, in asbestos-like 
crystals grouped in tufts or spherical masses. It is however more 
advantageous to recrystallise the product from boiling rectified rock-oil, 
from which the thionessal separates on cooling in needles grouped in 
spherical masses, 


a 
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Properties. Colourless, inodorous needles having a silky lustre. 
Melts at 148°, and solidifies on cooling, in a spongy mass, which absorbs 
the still liguid portion and swells up. After slow cooling, it often 
remains amorphous, and does not crystallise till gently heated. The 
vapours have a faint and not sulphurous odour. 


Laurent. 
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Burns with a reddish sooty flame. With bromine it immediately 
becomes heated, gives off vapours of hydrobromic acid and forms bromo- 
thionessal. It is but slowly attacked by boiling nitric acid, with formation 
of nitrothionessal; the liquid does not contain sulphuric acid. It is not 
decomposed by boiling alcoholic potash. Heated with potassium, it yields 
sulphide of, potassium and a large quantity of charcoal. 

It dissolves very sparingly in boiling alcohol, with difficulty in boiling 
ether, most abundantly in boiling rvock-oil, from which it separates again 
almost completely on cooling. 


Bromothionessal. C**Br?H"S. 
LAURENT. Joc. cit. 
Brométhionessile. 


Obtained by treating thionessal with bromine. Hydrobromic acid is 
then evolved and a solid mass formed which may be purified by boiling 
with ether. 

Pulverulent, melts at a high temperature, and solidifies in rhombic 
tables on cooling. Volatilises without decomposition. 


Laurent. 
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Nitrothionessal. C!X?H'S. 
LAURENT. oe. cvt. 
Nitréthionessile. 
When thionessal is boiled for some time with nitric acid, it first 


softens and ultimately forms a yellow porous friable crust, which is 
washed with water and with alcohol, and ultimately boiled with ether, 
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which dissolves but little of it, and on cooling deposits it all in the form 
of a flocculent powder. The residue forms a pale yellow, tolerably 
fusible powder, which on cooling solidifies in a yellow transparent 
amorphous mass. 


Laurent. 
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C8NAEISO® 4.4 1271-15 10000 


When heated to the boiling point, it takes fire and leaves a large 
quantity of charcoal. It is not attacked by potash-ley. 


Bibenzoylimide. 
C®NH“0? = C®AdH4,0°. 


Rosson. (1851.) Chem. Soc. Qu. J. 4,225; Ann. Pharm. 87, 122; 
J. pr. Chem. 55, 245; Pharm. centr. 1852, 209. 


Dibenzoylimide. 


Formation and Preparation. Ammoniacal gas passed into an alcoholic 
solution of bitter almond oil, is abundantly absorbed, and after a few 
hours a granular precipitate of benzoylazotide separates out, mixed with 
a resinous body, which is dissolved on treating the precipitate with 
alcohol. The residue obtained by evaporating the alcoholic solution, 
assumes a light red colour after several hours boiling with potash-ley, 
and becomes brittle and resinous. Boiling hydrochloric acid extracts 
from it only a small quantity of amarine, and after the residue has been 
treated with boiling alcohol, bibenzoylimide remains behind. 


—_— le ee a ee 


7) ee 


Properties. Yellowish powder consisting of feathery crystals. 


| 
| 
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(2CHHSO? + NH? = C®NH302 + 2HO.) 


Decompositions. 1. It is not altered by boiling with hydrochloric acid 
or potash-ley. By continued boiling with alcoholic potash, it yields 
bitter almond oil and ammonia, — 2. It is dissolved by boiling nitric 
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acid and crystallises out unaltered on cooling. After several hours boil- 
ing, however, it no longer crystallises, and water then throws down from 
the solution a body which has a strong yellow colour, is dissolved by oil 
of vitriol and reprecipitated therefrom by water; dissolves with yellow 
colour in potash or ammonia; dissolves also in hot alcohol, and separates 
in the crystalline form on cooling. —3. Bibenzoylimide dissolves with 
fine red colour in ov of vitriol and is separated therefrom by water. — 
4. On distilling it with soda-lime, a small quantity of a yellow crystal- 
line non-azotised body sublimes, which dissolves with fine violet colour in 
oil of vitriol, and is insoluble in wood-spirit, alcohol and ether. 

Bibenzoylimide dissolves readily in boiling wood-spirit and. alcohol, 
but is nearly insoluble in ether. 


Hydrobenzamide. 
C”?N?2H}8 (= CY? AdNH"*6 t) 


Laurent. (1836.) Ann. Chim. Phys. 62, 23; Ann. Pharm. 21, 180; 
J. pr. Chem. 9, 180. — Ann. Chim. Phys. 66, 18. — N. Ann. Chim. 
Phys. 1, 800; Rev. scient. 19, 48; J. pr. Chem. 35, 468. — Pharm. 
centr. 1836, 215; 1838, 245. 

Rocuiteper. Ann. Pharm. 41, 89.—Pharm. centr. 1842, 57. 

Fownes. Phil. Trans. 1845, 263; Ann. Pharm. 54, 368. 

BertaGnini. Ann. Pharm. 88, 127.—Pharm. centr. 1852, 70. 


Azoture de benzene, Hydrure d’azobenzoile, Nitrure de picramyle. 
Formation. By the action of ammonia on bitter almond oil (p.24 ). 


3C4H6O?2 + 2NH? = C#¥N?H'S + 6HO. 


Preparation. When the portion of rectified bitter almond oil which 
boils at 180° is covered with aqueous ammonia and left at rest for 
14 days, -% of the oil solidifies in a crystalline mass. The remaining 
liquid is poured off, the crystals broken up, quickly shaken with a small. 
quantity of ether to remove the adhering oil, and dissolved in boiling 
alcohol which leaves a small quantity of white powder undissolved; the 
filtered solution yields by cooling and spontaneous evaporation crystals 
of hydrobenzamide, (Laurent.) According to Rochleder, bitter almond 
oil covered with ammonia solidifies in 24 to 48 hours at ordinary tem- 
peratures, or in 6 to 8 hours after being heated to the boiling point of 
the ammonia, into a yellow resinous mass, which, besides hydrobenza- 
mide, contains 5}, of a yellow-green, fetid, volatile resin; the hydroben- 
zamide may be purified by washing with water and crystallization from 
boiling alcohol. 

Commercial bitter almond oil forms with aqueous ammonia a yellow 
resinous mass; and when this is freed by ether from adhering oil and 
repeatedly exhausted with boiling ether and alcohol, the decanted liquids 
yield several crops of crystals of hydrobenzamide, benzhydramide, 
azobenzoyl, a small quantity of benzoylazotide, and a substance sparingly 
soluble in alcohol. From this mixture the crystals of hydrobenzamide 
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may be picked out and purified by repeated crystallisation from alcohol. 
(Laurent.) When the last portion of liquid which passed over in the 
distillation of bitter almond oil was dissolved in 4 or 5 times its volume 
of alcohol, and mixed with 1 vol. hydrosulphate of ammonia, an oily 
mass separated, which in 24 hours solidified completely in the form of 
hydrobenzamide, mixed only with a few crystals of hydride of sulpho- 
benzoyl. 

Colourless rhonibic octohedrons, truncated on their greater lateral 
edros..,(Vigs4]).20 == 130 Go e —— 1O9e gt oe do ee 
crystals generally exhibit wedge-shaped elongations. (Laurent.) Taste- 
less; the alcoholic solution has somewhat of the taste of bitter almonds. 
Inodorous. Melts at 110° to a thick oil, which has a sweet taste, and 
after some time solidifies into an opaque brown mass. 


Laurent. Liebig. Rochleder. 
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Decompositions. 1. Hydrobenzamide when heated in the air, takes 
fire, and burns with a not unpleasant odour. (Laurent.) — 2. Between 
120° and 130°, it changes in three or four hours into amarine. (Bertag- 
nini.) —38. By dry distillation, it yields lophine and a strong-smelling 
volatile oil, leaving a small quantity of carbonaceous matter. (Laurent.) 
— 4, When the alcoholic solution is continuously boiled, ammonia 
escapes, and on evaporating the alcohol, bitter almond oil remains. 
(Laurent, fev. scient. 19, 448.) — 5. Boiled with aqueous chromic acid, 
it yields a large quantity of benzoic acid. (Fownes.) — 6. With acids, 
even at ordinary temperatures, it yields bitter almond oil and the 
ammonia-salt of the acid. (Laurent, Fownes.) —7. Boiled with potash- 
ley, it changes gradually and without perceptible decrease of weight, into 
amarine, only a faint odour of bitter almond oil being evolved. (ownes.) 
Boiled with alcoholic potash, it gives off a small quantity of ammonia 
and bitter almond oil, (Laurent.) — 8. When it is fused with hydrate ot 
potash, the mass becomes first light yellow, then dark yellow, and 
ultimately brown and black, and if slowly heated gives off nothing bat 
ammonia; if the heat be continued, there is given off, besides ammonia, a 
mixture of about 4 vol. hydrogen gas to 1 vol. carburetted hydrogen. 
The black residue contains carbonate of potash, cyanide of potassium, 
benzostilbin, benzolone, and a small quantity of a yellow oil, which 
thickens and becomes viscid on exposure to the air; the mass which has 
then become dark yellow, contains nothing but benzostilbin and a con- 
siderable quantity of the yellow oil. (Rochleder.) — 9. Heated with 
potassium, it yields a red fusible mass and a small quantity of charcoal. 
(Laurent.)—10. When sulphuretted hydrogen is passed through the 
alcoholic solution, sulphide of stilbene is produced. (Cahours, p. 168.) 


Hydrobenzamide dissolves with facility in alcohol and in ether, 
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Appendia to Hydrobenzamide. 


Benzolone. C”H*O°. ? 
RocHLeDER. (1842.) Ann. Pharm. 41, 94.—Pharm. Centr. 1842, 57. 


Produced, together with benzostilbin, when hydrobenzamide is 
strongly heated with hydrate of potash: 


2C?N7H'S + 6HO = C#H8O? + C®H2O4 + 4NH3, 


An intimate mixture of hydrobenzamide and hydrate of potash is 
heated in a silver basin till the mass assumes a black-brown colour, and 
the product after being rubbed to powder is treated with water, as long as 
the water extracts any thing from it; the residual powder is then washed 
on a filter with cold hydrated alcohol, till that liquid no longer assumes 
a yellow colour, and the residue is added to warm oil of vitriol. The 
blood-red solution thus formed, when gradually mixed with dilute 
alcohol, becomes greenish yellow and deposits small crystals of benzolone, 
which, if not yet sufficiently purc, must again be treated with oil of 
vitriol. 

Small crystals which melt at 248°, and sublime almost without decom- 
position when strongly heated. 


Rochleder. 
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It is dissolved with reddish yellow colour by strong nitric acid, and 
precipitated therefrom by water in its original state; but fuming nitric 
acid converts it, with evolution of red vapours, into a yellow resin. It is 
not attacked by potash-ley. 

Insoluble in water and alcohol. 


Benzostilbin. C°H”0*? 
RocHLEDER. (1842.) Ann. Pharm. 41, 93.—Pharm. Centr. 1841, 57. 


Formed when hydrobenzamide is heated with hydrate of potash. At 
a strong heat, the mass blackens, and benzolone is formed at the same 
time. 

The yellow alcoholic liquid obtained in distilling benzolone contains 
benzostilbin contaminated with a yellow oil which renders it more soluble. 
From this it may be freed: 1. By recrystallising the residue left after the 
evaporation of the alcohol.—2. By adding to every pound. of the 
alcoholic liquid 8 or 10 drops of hydrochloric acid, which colours it pale 
red; after standing for some time however, or on boiling, it loses this 
colour, and at the same t.me, the benzostilbin separates in small crystals. 

Oly XII: | 0 
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8. By passing chlorine gas into the alcoholic liquid, whereby it is imme- 
diately decolorised, becoming at the same time almost of the consistence 
of tar, from the presence of the separated crystals. The small crystals 
obtained by 2 or 8 are free from chlorine, and when immersed in ether 
are gradually converted into larger crystals. 

Melts at 244° and sublimes at a higher temperature, for the most part. 
decomposed. 


Rochleder. 
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Dissolves with pale red colour in ov of vitriol. 
May be boiled without decomposition, with potash-ley of sp. gr. 1°27. 
Dissolves sparingly in alcohol. 


A mixture of benzolone and benzostilbin heated in a retort with 
strong potash-ley and hydrate of potash, till the mass is dry, yields a 
small quantity of an oil smelling deceptively like geraniwms. (Rochleder.) 


Amarine. 
C#2N 2} 18 — CAN Hz 2 


LavuREnT. (1844.) Compt. rend. 19, 353; N. J. Pharm. 6, 178.— 
Compt. chim. 1845, 33; J. pr. Chem. 36, 1.—N. Ann. Chim. Phys. 
1, 306; Pharm. Centr. 1845, 828. 

Fownes. Phil. Trans. 1845, 263; Ann. Pharm. 54, 3638; N. Ann. 
Chim. Phys. 17, 488. 

BertTaGnini. Ann. Pharm. 88, 127.—Pharm. Centr. 1852, '70. 

Gossmann, Ann. Pharm. 98, 829.—Pharm. Centr. 1855, 266. 


Benzoline, Hydrure d’azobenzoiline.— Discovered at the same time by Laurent and 
by Fownes. : 


. Formation. 1. By heating the isomeric body hydrobenzamide to 
between 120° and 130° (Bertagnini), or by boiling it with aqueous 
alkalis, (Laurent, Fownes.) — 2. By heating sulphite of benzosyl and 
ammonium (p. 27) with hydrate of lime. (Géssmann.) 


Preparation. 1. When hydrobenzamide is heated for three or four 
hours to a temperature between 120° and 130°, the cooled vitreous mass 
dissolved in boiling alcohol, and hydrochloric acid added in excess, white 
erystals separate consisting of hydrochlorate of amarine, which may be 
purified by one recrystallisation from hot alcohol. (Bertagnini.) — 
2. Hydrobenzamide is boiled for several hours with potash-ley ; the 
resulting cake of resin dissolved in dilute sulphuric acid; the solution 
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precipitated by ammonia; and the precipitate washed with water and 
crystallized from hot alcohol. (Fownes.) —3. An alcoholic solution of 
bitter almond oil saturated with ammoniacal gas solidifies, after 24—48 
hours, into a crystalline mass composed of several substances which can- 
not be purified by treatment with ether. This mass is boiled with a little 
water to expel the greater part of the alcohol, and saturated while still 
hot with hydrochloric acid, whereupon an oily mass separates, and some- 
times also crystals of amidobenzoic acid (p. 148). If sufficient water is 
present and the liquid is hot enough, the whole of the bydrochlorate of 
amarine remains dissolved. The liquid is decanted ; any hydrochlorate 
of amarine that may be contained in the oil is extracted by boiling 
water; and the solution neutralised with ammonia, whereupon it deposits 
white microscopic needles of amarine, either immediately or after some 
minutes, according to the degree of concentration. These needles are 
collected on a filter, washed, dissolved in alcohol, mixed with a little 
hydrochloric acid; and the solution neutralised with ammonia; it then 
on cooling yields crystals of perfectly pure amarine. (Laurent.) é: 

4. When a mixture of the dry sulphite of benzosyl and ammonium 
with three or four times its volume of very dry hydrate of lime contained 
in a capacious retort, is covered with a very thin layer of hydrate of 
lire and quickly heated over charcoal to between 180° and 200°, the 
neck of the retort becomes coated with an apparently amorphous mass, 
which, at a stronger heat, flows downwards and into the receiver, whilst 
needles of lophine sublime in the upper part of the neck. The amarine, - 
part of which occupies the lower part of the neck of the retort, the rest 
being contained in the ammoniacal liquid in the receiver, is washed with 
alcohol, dissolved in alcohol mixed with hydrochloric acid, and preci- 
pitated by ammonia. Instead of the pure sulphite of benzosum and ammonium, 


the mass may be used which is obtained when an alcoholic solution of bitter almond oil 
mixed with an equivalent quantity of a saturated solution of bisulphite of ammonia, is 
quickly evaporated to dryness. (G6ssmann.) 


Properties. Crystallises from alcohol in shining six-sided prisms whose 
terminal faces are replaced by two or four faces of a rectangular octohe- 
dron. (Fig. 68, without the face p.) (Laurent.) Melts at 100°. (Fownes.) 
Solidifies on cooling in radiated rosettes (Laurent), in a vitreous trans- 
parent mass. (Fownes.) Inodorous, tasteless at first, then slightly bitter. 
Slightly blues red litmus paper. (Laurent.) The alcoholic solution has a 
strong alkaline reaction. (Fownes.) — Yields a strongly electrical powder. 
(Fownes.)— Introduced in small quantity (3 grains of the acetate) below _ 
the skin of dogs, rabbits, and guinea-pigs, it causes convulsions and 
death; when introduced into the stomach, it also produces convulsions 
and other morbid symptoms, but the animal recovers in a few hours. 
Theisomeric body, hydrobenzamide does not exert any such poisonous action 
(Bacchetti, Cimento, 2,76; Lrebig & Kopp’s Jahresbericht, 1855, 561.) 
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Tsomeric with hydrobenzamide, 


Oo 2 
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Decompositions. 1. Amarine subjected to dry distillation, passes over 
almost completely, leaving only a small residue; ammonia is evolved, an 
oil smelling like benzol distils over, and pyrobenzoline sublimes in the 
neck of the retort. (Fownes.)— 2. Amarine is briskly attacked by 
bromine, apparently with formation of hydrobromate of amarine and 
bromamarine; ammonia poured on the product converts it into a solid mass, 
the alcoholic solution of which yields crystals of amarine on cooling and 
deposits small radiating spherules. (Laurent.) —3. When it is heated 
with aqueous chromic acid, a very brisk action takes place, a large quan- 
tity of benzoic acid being formed. A similar action but less violent is 
produced by xitric acid. (Fownes.)—4. Hydrate of potash in the 
melted state does not act on amarine excepting ata very high tempe~ 
rature. (Iownes.) 


Combinations. Amarine is insoluble in water. (Laurent, Fownes.) 
The amarine salts are formed by direct combination. They are for 
the most part sparingly soluble. 


Sulphate of Amarine.— The solution of amarine in sulphuric acid 
yields by spontaneous evaporation small colourless crystals resembling 
oxalic acid. 


Hydrochlorvate ef Amarine. — When hydrochloric acid is poured upon 
amarine, a colourless oil is formed—formerly regarded by Laurent as isomeric 
with bitter almond oil and called Hydrure de benzviline—which becomes more 
solid when dry, and may be drawn out into threads when heated. 
(Laurent.) Crystallises from the hot aqueous solution in small, colour- 
less, highly lustrous needles, which effloresce in vacuo, giving off 2°4 p.c. 
(1 At.) water. (Fownes.) May be distilled without decomposition and 
passes over as an oil which solidifies without becoming opaque. (Laurent.) 


Dry. Fownes. Gissmann. 
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The salt combines directly with bromine. — It is insoluble in water, 
but dissolves readily in alcohol and ether. 


Nitrate of Amarine. — Amarine forms with hot dilute nitrie acid a 
soft non-crystalline mass, which dissolves in a sufficient quantity of 
boiling water, and separates in microscopic crystals on cooling. (Laurent.) 
Small crystals having a faint lustre and remaining unaltered in yacuo; 
they dissolve very sparingly in water. (Fownes.) 


Fownes. 
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TERNITROHYDROBENZAMIDE. > - gOP 


With dichloride of platinum, hydrochlorate of amarine forms an inso- 
luble yellowish double salt (Fownes), which contains 19°8 p.c. platinum; 
the formula C?N*H*,HCl1,PtCl’, requiring 19°58 p.c. (Gdssmann.) 


Acetate of Amarine. — The solution of amarine in acetic acid yields 
by evaporation a gummy non-crystalline mass, which dissolves very 
easily in water. (Kownes. 

Amarine dissolves readily in alcohol and ether. 


Ternitrohydrobenzamide. 
C2#NeFHBO 13 a C2N 2X 3H, 


BeRTAGNINI. (1851.) WV. Ann. Chim. Phys. 83, 476; Ann. Pharm, 
Tonle Chor. Ceniralsol,.68; 


Hydrobenzamide trinitrique. 


formation. By the action of ammonia on nitrobenzaldide (p. 121) or 
sulphide of nitrobenzylene. 


Preparation. 1. When 1 pt. of pulverised nitrobenzaldide is mixed 
with 5 pts. of strong ammonia, the liquid turns milky; the undissolved 
portion acquires a flocculent consistence, and changes in the course of 
24 hours, into ternitrohydrobenzamide. If the nitrobenzaldide used in 
the preparation is not quite pure, the product is red-brown, but is easily 
purified by washing the powder with cold and digesting with luke- 
warm alcohol. — 2. When nitrobenzaldide is mixed with alcoholic am- 
monia, a solution is obtained which soon deposits resinous ternitrohydro- 
benzamide.— 3. When ammoniacal gas is passed over melting nitroben- 
zaldide, a large quantity of water is given off, and a transparent vitreous 
mass is formed which becomes opaque when immersed in boiling 
alcohol. 


Properties. White light powder, or after fusion, a transparent 
vitreous mass. Separates from boiling alcohol in flakes composed of 
- shining needles, Inodorous. ‘Tasteless. 


Bertagnini. 
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Decompositions. 1. The compcund heated to between 125° and 
150°, is converted into ternitramarine.—2. Similarly when boiled 
with dilute potash-ley.— 8. When boiled for some time with hydrated 
alcohol, it is resolved into nitrobenzaldide and ammonia. — 4. Heated 
with dilute acids or in contact, even at ordinary temperatures, with strong 
hydrochloric acid, it is converted almost instantly into nitrobenzaldide. 
and ammoniacal salts. It dissolyes easily and with rise of temperature 
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in cold concentrated chromic acid, the solution quickly solidifying into a 
crystalline mass of nitrobenzoic acid. 

It is insoluble in water, very sparingly soluble in boilirg alcohol, 
insoluble in ether and oil of turpentine. 


Ternitramarine. 
C¥N2H5O! _—- CON Tt tt 2 


BERTAGNINI. (1851.) WW. Ann. Ohim. Phys. 33, 479; Ann. Pharm. 
79, 275. 


Amarine trinitrique. 


4 


Formation. From ternitrohydrobenzamide, by heating it to between 
125° and 150°, or by boiling it with aqueous potash. 


Preparation. When ternitrohydrobenzamide is heated with a 
mixture of 1 measure of potash-ley of 50° Bm. and 50 measures of 
water, the powder cakes together and forms a brown semi-fluid mass 
which becomes brittle on cooling and is a mixture of ternitramarine and 
a brown substance. This product is dissolved in hot strong alcohol 
mixed with a little ether, and hydrochloric acid is added to the solution, 
which then immediately deposits small, white, shining needles of hydro- 
chlorate of ternitramarine. These crystals are purified by digestion in 
lukewarm alcohol] and decomposed by alcoholic ammonia; the alcoholic 
solution is evaporated; the residue freed from sal-ammoniac by washing 
with water, is dissolved in alcohol; and the solution is left to evaporate. — 
2. Ternitrohydrobenzamide is heated in the oil-bath to between 125° and 
150°, whereupon it melts into a gummy mass which becomes brittle on 
cooling. 

Crystallises from the alcoholic solution by spontaneous evaporation 
in white hard nodules. 
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CPNHYO™ 4 433 2. 100°00 


Isomeric with ternitrohydrobenzamide. 


Ternitramarine softens in boiling water and dissolves to a very slight 
extent, forming an alkaline solution. 
The fernitramarine salts are very sparingly soluble in water. 


Hydrochlorate of Ternitramarine. — Obtained by adding hydrochloric 
acid to the alcoholic solution of ternitramarine, which then deposits small 
shining needles. It is nearly insolable in cold, sparingly soluble in 
strong boiling alcohol, whence it crystallises in tufts of needles on 
cooling, if 7 ; 
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Bertagnini. 
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CENPHYOY,HCI.. 4694... 100°00 


Nitrate of Ternitramarwme crystallises in needles from boiling alechol. 
It is insoluble in water. 

Mercurie Chloride forms with an alcoholic solution of ternitramarine 
a somewhat crystalline precipitate, bich/oride of platinum forms small 
heavy yellow nodules insoluble in alcohol. 

Ternitramarine dissolves sparingly in strong boiling alcohol, the 
dissolved portion separating in the amorphous state on cooling. It dis- 
solves pretty readily in ether, very easily in a mixture of ether and alcohol. 


Lophine. 
C“N?2H 15 or C#N?H?!6 


LAURENT. (1844.) ev. scient. 18, 272; J. pr. Chem. 85, 455.— 
N. Ann. Chim. Phys. 19, 369; Compt. rend. 20,1117; Ann. Pharm. 
62, 103; J. pr. Chem. 40, 407; Pharm. Centr. 1844, 335; 1847, 383. 

GossmMann. Ann. Pharm. 93, 831; Pharm. Centr. 1855, 266. 

Gossmann & ATKINSON. Ann. Pharm. 97, 2833 Chem. Soc. Qu, J. 
9; 220: 


Lophin, Lophyle. 


Formation. 1. By the dry distillation of hydrobenzamide, benzoy- 
lazotide or azosulphide of benzylene. (Laurent.)—2. By heating 
sulphite of benzosyl and ammonium with hydrate of lime. (Gossmann.) 


Preparation. 1. When hydrobenzamide is heated, ammonia escapes 
together with a mobile fragrant oil [benzol? L.}, and there remains a 
fused mass which may be distilled at a high temperature, but is more 
advantageously treated by pouring it out, pulverising it when cold, and 
digesting it in hot ether, which extracts a small quantity of a body 
crystallising in shining lamine as the solution cools. The residue 
is heated with alcohol to the boiling point, and hot caustic potash added 
to it till the whole is dissolved; the liquid on cooling deposits threadlike 
crystals which may be washed with alcohol. It is better however to 
boil the residue insoluble in ether with alcohol containing hydrochloric 
acid, mix the solution at the boiling heat with ammonia, and leave it to 
cool. (Laurent.)—2. From the mixture of lophine and amarine ob- 
tained by distilling benzoylazotide, the amarine is extracted by boiling 
with rock-oil, or the lophine by boiling with alcohol containing hydro- 
chloric acid. (Laurent.)—3. From the distillate obtained by heating 
azosulphide of benzylene, the oily products are extracted by ether, the 
stilbene by boiling alcohol, and the thionessal by rock-oil, and the residue 
consisting of lophine is dissolved by boiling with alcohol and potash or with 
alcohol containing hydrochloric acid. A similar process is adopted with 
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the product resulting from distilling the mixture obtained by treating 
bitter almond oil for two or three weeks with hydrosulphate of ammonia, 
which mixture also contains picril. (Laurent.) —4. The needle-shaped 
crystals (p. 195) which sublime in the neck of the retort during the distil- 
lation of sulphite of benzosyl and ammonium with hydrate of lime, are 
dissolved in hot alcohol and recrystallised after being treated with animal 
charcoal. ‘The formation of the lophine is facilitated by heating the 
retort very quickly and covering the upper part at the commencement of 
the distillation with red-hot coals (Géssmann). % The best mode of 
conducting the process is to add a quantity of quick lime equal in weight 
to the hydrate, introduce the mixture into a rather shallow globular 
retort coated with clay, and cover the retort as far it is filled with the 
mixture, with live coals, from the very beginning of the operation. Only 
small quantities should be operated on at once, from 10 to 15 grammes of 
the sulphite with about four to six times the quantity of the lime-mixture. 
When the operation is thus conducted, only a small quantity of amarine 
forms at first, and when this has melted down, the upper part of the retort 
begins to be covered with radiant masses of lophine, and the formation 
of secondary products ceases, nothing being formed but lophine and free 
ammonia. At the commencement, a small quantity of an aromatic oil 
accompanies the lophine, apparently resulting from the decomposition of 
the amarine into lophine and other products, the principal of which is 
amarone. (Gdssmann & Atkinson.) Purification as in Laurent’s method (1). 


Properties. Colourless needles often an inch long, grouped in tufts 
and having a lustre similar to that of caffeine; they become opalescent 
after. a while but retain their lustre. At 250°, the compound sublimes 
gradually but completely, without previous fusion and without decomposi- 
tion. It melts at 265°, forming a transparent liquid which at 260° 
solidifies in a radiating crystalline mass. Tasteless and inodorous, with 
scarcely any alkaline reaction. The alcoholic solution exhibits fluores- 
cence like quinine, but not in so high a degree. No action upon polarised 
light. (Gossmann & Atkinson.) 4. 
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Analyses. 


Laurent. Gossmann. Gdssmann & Atkinson. 
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Laurent first proposed the formula C*°N?H!7, for which he afterwards substituted 
C*N?H'6, Gerhardt (Traité, 3, 139) regarded lophine as identical with Fownes’s 
pyrobenzoline C@N?H'® (p. 204). Gissmann (Ann. Pharm. 93, 331) adopted 
Laurent’s earlier formula.—Calculation II agrees better with some of the analyses of 
lophine and its compounds, and explains the formation of lophine from hydrobenzamide 
simply according to the equation : 


4C2N2H'S = $CHN7H + 3C2HS + 2NH? [L.]. 


[Géssmann & Atkinson suggest that the discrepancies between the several analyses of 
lophine may arise from the presence of small quantities of amarone (p. 208) in some 
of the preparations analysed. They regard lophine as identical with pyrobenzoline, and 
propose a formula differing from the double of Fownes’s original formula (C?!NH®) 
by only 1 At. hydrogen. The formula C®N?H” is however somewhat improbable on 
account of the uneven number of hydrogen-atoms. The correct formula is more 
probably C#N?H!S (W.)]. 


Decompositions. Lophine boiled with nitric acid forms nitrolophine. 
(Laurent.) It is dissolved by bromine without evolution of vapours of 
hydrobromic acid. When the mass is dissolved in ether and the solution 
mixed with alcohol and abandoned to spontaneous evaporation, beautiful 
yellow prisms with rectangular base separate out; these crystals give off 
bromine when heated, and when water is poured upon them, turn white 


and fall to powder. (Laurent.) Lophine in contact with iodide of ethyl does 
not form any substitution compound, not even when the two bodies are heated together 
to 100° in a sealed tube for several weeks. A portion of the iodide of ethyl is decom- 
posed into alcohol and hydriodic acid, which combines with the lophine. (GOssmann & 
Atkinson.) 


Combinations. Lophine does not dissolve in water. 

It dissolves with the greatest facility and without decomposition in 
boiling alcoholic potash. (Laurent.) 

The lophine-salts are for the most part insoluble in water, and spar- 
ingly soluble in alcohol. — They are rather instable, having a tendency 
when recrystallised to give up part of their acid and form basic com- 
pounds; this is particularly the case with the sulphate. (Géssmann & 


Atkinson.) 


Sulphate of Lophine. — Lophine is heated with alcohol, with addition 
of sulphuric acid, and the solution mixed with hot water, whereupon 
crystallisation ensues. — Small shining rectangular lamine. ‘The 
alcoholic solution reddens litmus and is precipitated by water, a portion 
however remaining in solution, so that on adding ammonia, a precipitate 
of lophine is still obtained. Laurent found in the dry salt 11-5 and 
13:2 per cent. of sulphuric acid; the neutral salt requires 11°21 per cent. 
of sulphuric acid. (Laurent.) — 4 When a solution of lophine to which 
excess of sulphuric acid has been added is left to evaporate slowly, the 
sulphate separates in broad transparent tables which become opaque 
and efloresce on exposure to the air. When crystallised more rapidly, 
the compound separates in large needles, which, if left for some time in 
the mother-liquor, change into small white opaque needles. At each 
crystallisation, the salt becomes more basic, and by frequent solution and 
recrystallisation, the acid may be almostentirely removed. (Gdssmann & 


Atkinson.) 


Hydriodaie of Lophine. — Prepared like the hydrochlorate. Crystal- 
lises readily in large needles, which are more soluble in alcohol and ether 
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than the hydrochlorate. From a very acid solution, it separates in 
granular crystals. It dissolves very easily in iodide of ethyl. In other 
respects it resembles the hydrochlorate. (Gdssmann & Atkinson.) 4. 


Hydrochlorate of Lophine. — Separates quickly on cooling from a 
solution of lophine in boiling alcohol containing hydrochloric acid. If a 
solution in a sufficient quantity of boiling alcohol be mixed with such a 
quantity of hot water that no immediate precipitate is formed, the liquid 
on cooling yields well defined crystalline lamine. (Laurent.) — 4]. When 
hydrochloric acid is added to a hot saturated alcoholic solution of lophine 
till the mixture exhibits a decided acid reaction, the hydrochlorate sepa- 
rates on cooling in large transparent needles very much like the crystals 
of pure lophine. If left for some time in the mother-ligquor, they change 
into small white opaque prisms, an alteration which is probably due to 
loss of water. Several other lophine compounds exhibit a similar change. 
“When lophine is treated with strong hydrochloric acid, it becomes resinous, and can 
only be restored to the crystalline state by removing the acid and crystallising from 
alcohol. (Géssmann & Atkinson.) Nearly insoluble in water, but dissolves 
pretty easily in alcohol. (Laurent.)—{. Has a shght acid reaction. 
Dissolves more readily in water and alcohol than the pure base, and 
exhibits stronger fluorescence. (Gdssmann & Atkinson.) @. 


Calculation I. Calculation II. Laurent. 
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Calculation IIT. Gézsmann & Atkinson. 
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Nitrate of Lophine. — Fine light Jamin, devoid of lustre. When 
heated till they soften, they give off 2 At. water. (Laurent.)— From a 
concentrated alcoholic solution of lophine acidulated with nitric acid, the 
salt crystallises in small plates which if covered with strong nitric acid 
which is free from nitrous acid, are converted into an oily mass. (Gdss- 
mann & Atkinson.) 
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CONHS NOH + 2Aq 401,,.100°00 C®N7H,NOSH + 2Aq 389....100°00....100-00 
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When heated to complete fusion, it swells up, gives off red vapours 
and perhaps also a little water. The residue contains TS Orp. CAG, 85 N, 
5°0 H, and 8:0 O, which is nearly the composition of 1 At. ‘lophine 
minus 1 At. nitric oxide ; ; it is perhaps only a mixture. (Laurent.) 


. Lophine with Nitrate of Silver. —a. C®N*H"NO%Ag. — When a 
neutral, moderately concentrated alcoholic solution of nitrate of silver is 
mixed with a hot saturated alcoholic solution of lophine, the mixture 
solidifies on cooling, in a mass of crystals; and on dissolving these in cold 
alcohol and leaving the solution to evaporate, the compound «a separates 
in tolerably large white needles. — b. 2C®N?H" »3NO°Ag. — On attempt- 
ing to purify the compound a by recrystallisation, it changes by hoiling 
into a pulverulent, crystalline, sparingly soluble ‘substance which settles 
down with a slight viclet tint. It contains 29°01 p.c. silver, the for- 
mula 6 requiring 29°36 p.c.—c. 2C?N?H™ NO®%sg. Separates in 
brilliant white needles, after the compound 5 has been removed and the 
solution further evaporated. Contains 13°92 p.c. the calculated quantity 
being 14:14 p.c. ‘The change produced in a by boiling is represented by 
the equation: 

4(C®N?H7,NO%Ag) = 2C2N°H,3NO%Ag + 2C2N2H7,NOSAg, 
(Gossmann & Atkinson.) — [A similar equation will of course hold good if lophine 


be regarded as CP?N?H', On this hypothesis ulso the compound 6 should contain 29°4¢ 
p.c. and c should contain 14°17 p.c. silver,] . 


Lophine with Bichloride of Platinum. — 4C®N?H",3PtCl?? — When 
a concentrated alcoliolic solution of lopbine is mixed with a concentrated 
neutral alcoholic solution of bichloride of platinum, a compound separates 
in clear, orange-yellow, microscopic crystals containing 17°38 p.c. platinum, 
The above formula requires 17°45 p.c. (Géssmann & Atkinson.) 4. 


Chloroplatinate of Lophine.— When solutions of hydrochlorate of 
lophine and bichloride of platinum in boiling alcohol are mixed together, 
the platinum-salt crystallises in a few hours, provided the solution is not 
too strong, in long, pale orange-coloured thotibic tables, which may be 
washed with cold alcohol. (Laurent.) — On mixing a dilute alcoholic 
solution of bichloride of platinum with a warm moderately concentrated 
sclution of lophine containing excess of hydrochloric acid, crystals which 
are often needle-shaped, separate as the hquid cools, and sometimes after 
a while crumble to a crystalline powder of a fine orange-colour. This 


salt is more soluble in alcohol than any other compound of lophine. 
(Gossmann & Atkinson.) 
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. Analyses. 
Laurent. Goéssmann. Godssmann & Atkinson, 
C 49°22 
H 3°95 
Cl 19°73 
Pt 16°20 amoung 13°39 dees 19°77 


If an alcoholic solution of lophine be heated for some time with excess of bichloride of 
platinum, the base becomes essentially altered ; platinum separates out in a state of 
very fine division, and the filtered liquid is very difficult to crystallise. The body which 
separates out is generally very soft, adhering together in a resinous mass, and the 
quantity of platinum in it is less than in the crystallised double salt. (Gdssmann 
& Atkinson.) ° 


Lophine dissolves very sparingly in boiling alcohol and in ether, and 

crystallises in needles as the solution cools. It dissolves to about the 

same amount in 7ock-oil and oil of turpentine, whence it separates on cool- 
ing in the form of a white crystalline powder. (Laurent. ) 


Appendix to Lophine. 


Pyrobenzoline. C*N?’H"™. 
Fownes. (1845.) Ann. Pharm. 54, 365 and 368. 


Passes over, together with an oil, in the distillation of amarine, and 
crystallises in the neck of the retort. It may be freed from oil by 
pressure between bibulous paper and then crystallised from boiling 
alcohol. 

Melts when heated and sublimes, even below its boiling point, in 
feathery crystals resembling those of benzoic acid. The fused mass 
solidifies in a radiated crystalline mass on cooling. ‘Tasteless. The 
alcoholic solution has little or no alkaline reaction. 


Fownes. 
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Most probably identical with lophine, 


Tnsoluble in water, acids, or alkalis. 
Dissolves sparingly in cold, readily in hot alcohol. 
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Nitrolophine. 
LAURENT. (1844.) Rev. scient. 18, 272; J. pr. Chem. 85, 450. 
Nitrolophyle. 


Lophine boiled with nitric acid forms a yellow oil which solidifies on 
cooling and may be purified. 

Orange-yellow crystalline powder. Melts when heated and appears 
to volatilise partly undecomposed, then suddenly becomes red hot and 
leaves a large quantity of charcoal. 


1g Anhydrous. i, Anhydrous. Laurent. 
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Nitrolophine dissolves in caustic potash, forming a mahogany-coloured 
solution, which, when mixed with water yields a reddish precipitate 
turning yellow in washing; the wash-water when boiled again yields a 
yellow precipitate. Both precipitates appear to consist of unaltered 
nitrolophine. 

Tt dissolves very sparingly in boiling alcohol, and the solution on 
cooling deposits flakes which under the microscope appear to consist of 
aggregated lamine. 


Azobenzoilide. C*N°H*®. 


Laurent. (1844.) WW. Ann. Chim. Phys. 1, 304.— Ann. Pharm. 
38, 3381.—Pharm. centr. 1841, 501. 


Azoture @ azostilbase, 


Bitter almond oil was shaken up with potash and chloride of iron, 
and the first } which passed over was covered with an equal volume of 
ammonia. It then after a few days deposited a crystalline substance, and 
in three weeks half of the oil solidified. Ether extracted the rest of the 
oil and left azobenzoilide. 
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. Dull white powder composed of microscopic rhombic or irregular 
six-sided prisms. Inodorous. Solidifies after fusion, and forms an opaque 
mass, which, under the microscope, exhibits rhombic figures with two, 
and six-sided figures with three diagonals. 


Laurent. 
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Isomeric with azobenzoide and azobenzoidine (Laurent). Its relation to bitter 
almond oil and ammonia is expressed by the equation: 


6C4H6O?2 + 5NH? = C¥N5H3 + 12HO + 6H [L.]. 


Appears to be altered by continued fusion, inasmuch as the cooled 
mass crystallises less distinctly and forms only a few rhombic prisms with 
a black rhombic spot in the centre; it remains soft after cooling. — It 
dissolves in hot nitric acid without evolution of red vapours; and the 
solution on cooling, yields microscopic four-sided prisms with dihedral 
summits, which appear to be undecomposed azobenzoilide. — With boil- 
ing sulphuric acid it forms a yellow solution, in which ammonia produces 
a white precipitate. 

It is insoluble.in alcohol, and very sparingly soluble in ether. 


Benzoylazotide. 
C2 N?H 2 =< C*#CvAdH*. 2 


Laurent. (1837.) Ann. Chim. Phys. 66,187; Pharm. Centr. 1838, 
294.— Rev. scient. 18, 207; J. pr. Chem. 35, 483.— Rev. scient. 
19, 447. 

Laurent & Geruarpt. Compt. chim. 1850, 113; Compt. rend. 
30, 404. 

Ropson. Chem. Soc. Qu. J. 4, 225; Ann. Pharm.- 81, 127; Pharm. 
Centr. 1852, 209. 


Formation. By the action of ammonia on bitter almond oil contain- 
ing prussic acid: 


2C¥HSO? + NH? + CNH = C®N?HY + 4HO, 


Frequently produced by the action of hydrosulphate of ammonia on 
bitter almond oil, either with or without thiobenzaldin. 


Preparation. 1. The yellow resinous mixture obtained from bitter 
almond oil which has stood for four weeks in contact with an equal 
volume of ammonia (p. 25), is treated with boiling ether, which dissolves 
hydrobenzamide, benzhydramide, a less soluble body, and a small quantity 
ef azobenzoyl, whilst a mixture of azobenzoyl and benzoylazotide 
remains undissolyed. This mixture is boiled with alcohol, which dissolves 
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out the azobenzoyl and a small quantity of the benzoylazotide, and the 
residue is recrystallised from boiling alcohol. (Laurent.) —2. When 
bitter almond oil saturated at 100° with dry ammoniacal gas, is dissolved 
in a mixture of ether and alcohol, a crystalline deposit forms in the course 
of 24 hours and continues to increase for three or fourdays, On treating 
this deposit with boiling alcohol, benzoylazotide remains behind. (Laurent. 
& Gerhardt.) — 8. The mixture of benzoylazotide and bibenzoylamide 
produced by passing ammoniacal gas into an alcoholic solution of bitter 
almond oil (p. 25) is treated with alcohol which dissolves the bibenzoy- 
lamide. (Robson.) 


®* Properties. White crystalline powder composed of microscopic short 


right rhombic prisms entirely without modification. Melts when heated 
and solidifies on cooling in a vitreous mass, in which a few oblique prisms 
separate. Inodorous; tasteless. 


Laurent. Laurent & Gerhardt. Robson. 


DU Caen. on Lol tern od ral Oe Mine ro a7 ae a LSD" scccs wu SicZd 
Fan ees 28 VBI a Tete TOC OS Gee cece 12°90 

VAS bh ite 12 i: eee A MU ees Sey eee 5°59 

ONE 220. 100-00) a... OF 05 sar eee oe 


When rather strongly heated, it gives off an oil, afterwards a sub- 
limate of lophine and amarone, and ultimately leaves a carbonaceous 
residue. (Laurent.) 

When immersed in strong potash-ley, it is gradually converted into 
rhombic prisms and other products. (Laurent.) 

When boiled with alcohol containing hydrochloric acid, it gives off 
hydrocyanic acid. (Laureut & Gerhardt; Robson.) 

It is insoluble in water. 

It dissolyes in 800—400 pts. of alcohol, but is insoluble in ether. 


Quadrat’s Compound resembling Benzoylazotide. 
Ann. Pharm. 71, 18. 
Formation. By heating sulphocyanobenzylene (p. 163). 
2CEN EPS? = CP N*H + 2037) ? 
Preparation. The resinous mass produced by heating sulphocyanobenzylene is 
exhausted with alcohol and the needles forming the residue are washed with 


alcohol (p. 163). 


Properties. Slender needles, permanent at 100°. 
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The compound is not decomposed by nitric acid. _ 
It is insoluble in water and very sparingly soluble in alcohol. 
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Amarone. C?NH". 


Laurent. (1845.) Rev. sctent. 18, 207; J. pr. Chem. 35, 453; Compt. 
rend, 18, 1016. 


Formation and Preparation. The substance which sublimes in the 
neck of the retort when benzoylazotide is heated (p. 207), is freed from 
adhering oil by treatment with ether, and boiled with alcohol containing 
hydrochloric acid to dissolve lophine; the residue is washed with alcohol, 
dried, and dissolved in boiling rock-oil; and the needles which crystallise 
on cooling are washed with ether. 


Properties, Small colourless needles. Inodorous. Melts at 233°, 
* 4° . ° .  « 
and solidifies in a radiating mass on cooling. 
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Amarone is not decomposed by boiling with alcoholic potash. 

Tt is insoluble in water. 

It dissolves in oil of vitriol, with a splendid blood-red colour which 
immediately disappears on addition of water: a concentrated solution in 
hot oil of vitriol deposits crystals of amarone in proportion as it absorbs 
moisture from the air. . 

It dissolves sparingly in boiling nitric acid and solidifies in shining 
needles on cooling. 

It dissolves very sparingly in alcohol, somewhat more readily in ether. 


Azobenzoyl, C¥N*H™. 


Laurent. (1837.) Ann. Chim. Phys. 66, 185; Pharm. Centr. 
1838, 294. 


Formation. By treating bitter almond oil containing hydrocyanic 
acid with ammonia (p. 25). 


Preparation. The alcohol which has been used to separate benzoy- 
lazotide (p. 206), from the admixed azobenzoyl, is evaporated, the residue 
again boiled with alcohol, and so forth, till the crystals of azobenzoyl are 
no longer mixed with benzoylazotide. 


Properties. White shining powder resembling starch, and consisting 
of yery small smooth oblique rhombic tables or somewhat clongated 
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irregular six-sided tables. Inodorous. Melts when heated, forming a 
thick liquid which solidifies to a transparent gum on cooling. 


i Il, Laurent. 
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Laurent’s formula I, affords no explanation of the formation of azobenzoyl ; ac- 
cording to II, its formation is represented by the equation : 


UO aN oe Cy — CNH GHO: 


and the compound should perhaps be regarded as C@CyNH" [L.]. 


Azobenzoyl is decomposed at a high temperature into an oil, a solid 
body, and charcoal. 

When boiled with alcohol containing hydrochloric acid, it gives off 
hydrocyanic acid. (Laurent & Gerhardt, Compt. chim. 1850, 113.) 

It is insoluble in water. 

It dissolves in more than 300 pts. of boiling alcohol, much more 
readily in ether. 


Benzhydramide. 
CANcH O07 C2Cy Adu Ore} 


LAvuRENT. Ann. Chim. Phys. 66, 184; Pharm. Centr. 1838, 294. 
Laurent & GERHARDT. Comp. chim. 1850, 114; Compt. rend. 30, 404. 


Formation. By the action of ammonia on crude bitter almond oil. 
(Laurent.) By the action of cyanide of ammonium on pure bitter 
almond oil, (Laurent & Gerhardt): 


30CY 602 NHF + CNH = CANHEO? + 4HO, 


Preparation. The yellow resinous mass obtained by the action of 
ammonia on commercial bitter almond oil is repeatedly boiled with alcohol 
or ether, and from the crystalline mixture which the liquid deposits on 
cooling, the crystals of benzhydramide are selected by the aid of the 
microscope (pp. 25,191). They are difficult to separate from another 
substance which crystallises in needles, (Laurent.) 2. The hot alco- 
holic solution obtained in Laurent & Gerhardt’s preparation of benzoyla- 
zotide (p. 206), deposits by cooling and spontaneous evaporation, small 
needles mixed with drops of oil; they must be quickly washed with a 
small quantity of ether-alcohol, and recrystallised from hot alcohol, 
(Laurent & Gerhardt.) 


Properties. Colourless, microscopic, rectangular prisms with two ter- 
minal faces intersecting at an obtuse angle. (Laurent & Gerhardt.) 
VOL. XII. P 
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Sometimes two lateral edges are truncated, so that six-sided prisms are 
produced. (Laurent.) Melts without decomposition and solidifies in a 


resinous mass on cooling. 


Laurent. Laurent & Gerhardt. 
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Laurent, from his own analysis, which, according to Laurent & Gerhardt, was 
probably made with an impure substance, deduced the formula C?N?H!8, according to 
which benzhydramide should be isomeric with hydrobenzamide. 


Decompositions. -1. Benzhydramide heated above its melting point 
gives off a strong odour of hydrocyanic acid, and yields an oil, a crystal-. 
line sublimate, and a small quantity of charcoal. (Laurent; Laurent & 
Gerhardt.) — 2. It is not decomposed by cold hydrochloric acid. (Lau- 
rent.) Boiled with alcohol containing hydrochloric acid, it yields hydro- 
cyanic acid and sal-ammoniac. (Laurent & Gerhardt.) | 

It isinsoluble in water, sparingly soluble in cold, more readily in. 
hot alcohol, very readily in ether. 3 


Appendix to Benzhydramide, 


Benzamil. 
Laurent. (1845.) ev. scient. 19, 446; J. pr. Chen. 35, 467. 


Obtained as follows: Bitter almond oil, after being shaken up with 
potash, was distilled till about 2 had passed over; the residue dissolved 
in ether-alcohol; ammoniacal gas passed into the solution; and the re- 
sulting deposit was separated from the supernatant liquid, and boiled with 
a large quantity of ether. The solution on cooling became filled with 
delicate silky crystals, and on addition to these, benzamil was obtained in 
the form of a white powder. ' 

Benzamil separates from its solution in a very large quantity of hot 
ether, in the form of a white powder consisting of microscopic right 
rhombic prisms, having their terminal faces replaced by two faces which 
rest on the acute lateral edges. Melts at 170°, and after cooling remains 
for a long time in the form of a liquid paste. 


Laurent. 
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According to Laurent, the substance analyscd was not quite pure. 
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Decompositions. Benzamil distils apparently without alteration, but 
the distillate is easily soluble in ether. With nitrie acid it forms an oil 
which crystallises on cooling. It is decomposed by boiling with hydro- 
chloric acid or alcohol; a small quantity of white powder then remaining. 
Tt is readily dissolved by alcoholic potash, and the liquid on cooling 
deposits a crystalline body. 

‘ Tt is nearly insoluble in alcohol, ether and rock-oil, even at the boiling 
eat. 


Azobenzoide. C*N°H™.? 
LAURENT. (1887.) Ann. Chim. Phys. 66,190; Pharm. Centr. 1838, 295. 


Formation and Preparation. By the action of ammonia on bitter 
almond oil (p. 25). 


Properties. White powder, which does not exhibit any crystalline 
structure when examined by the microscope. After fusion, it solidifies 
in crystalline granules. 


dis ‘I, Laurent. 
LI Bs a eee! 504- ...0 83°03 SO; Gut ceeees Dl Ge ue OL eee Oa OO 
a ee eee re Zi wre oe Liens Oi Niner ene ae Fee a se Se eee Yd a 
ne ; Ree ee OO ote 5°44 Oy EP ee ees 3 ae 5°94 .... 5°60 
C#NOH oo. 607... ac 400°00 CNPH oa. 623: “ex 100°00....5 400°32 


Isomeric with azobenzoidin, and according to Laurent (I) with azobenzoilide. If 
azobenzoide and azobenzoidin, as supposed by Laurent & Gerhardt (Compt. chim. 
1850, 113), owe their origin to the action of prussic acid, their formation may be 
most simply expressed by the equation: 


6C4HSO? + 4NH? + CyH = C%*N5HY + 12HO. 


The formula C*N°H* (vid. Calculation 11) may be referred to the benzylene series in 
various ways: eg, C4CyAd®NH#!; C#Ad*N?H®, CyH; C#CyAd’N?H*,H?, &c. [L.]. 


Azobenzoide when heated yields an oil and a solid sublimate. 
Insoluble in alcohol and ether, 


Azobenzoidin, C*®N°H*, ? 


LAvurENT. (1841.) WV. Ann. Chim. Phys. 1,302; Ann. Pharm. 88, 329; 
Pharm. Centr. 1841, 50. 


Formation and Preparation. From crude bitter almond oil and 
ammonia (p. 25). Purified by two crystallisations from ether. 


Properties. Colourless, microscopic, six-sided, oblique rhombic tables 
with dihedral summits. Inodorous, Melts when heated, and solidifies 


on cooling into a non-crystalline transparent mass. 
RP 2 
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Laurent. 
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Isomeric with azobenzoide (and azobenzoilide ?). 


Nitric acid dissolves it with decomposition; and the solution on cool- 
ing deposits small needles which are nearly insoluble in water, but are 
dissolved by ammonia. — It dissolves with yellow colour in hot sulphuric 
acid, and ammonia added to the solution throws down a white substance. 
-— It is decomposed by boiling with hydrochloric acid (with evolution of 
hydrocyanic acid? comp. Laurent & Gerhardt, Compt. chim. 1850, 118). 

Nearly insoluble in alcohol, sparingly soluble in ether. 


Benzimide. 
CNH 804 —= Bis O15) la Ok 


Laurent, (1886.) Ann. Chim. Phys. 59,397; Ann. Pharm. 17, 88; 
Pogg. 36, 497.—Ann. Chim. Phys. 66, 193. —- Lev. scient. 10, 120; 
J. pr. Chem. 27, 309; Pharm. Centr. 18386, 127; 1842, 242, 

Zintn. Ann. Pharm. 34, 188; Pharm. Centr. 1840, 460. 

Grecory. Ann. Pharm. 54, 372. 

Laurent & Geruarpvt. Compt. chim. 1850, 116; Compt. rend. 80, 404, 


Hydrure de cyanobenzoile, 


Formation. By the action of hydrocyanic acid on bitter almond oil, 
3C¥H°O? + 2C°NH = C*#N?H¥O? + 2H0, 
Occurs in crude bitter almond oil (Winckler, Repert. 92, 328). 


Preparation. 1. Pure bitter almond oil mixed with one-fourth of its 
volume of nearly anhydrous prussie acid, is shaken up with an equal 
volume of concentrated alcoholic solution of potash diluted with 6 pts. of 
alcohol, then gently heated and left to stand for some time; and the 
white, curdy, flocculent precipitate which then falls down, is separated 
from the oil, boiled with water which extracts benzoin, and purified by 
solution in alcohol. (Zinin.) Gregory obtained benzimide by leaving crude bitter 
almond oil in contact with potash-ley for ten years. According to Zinin, bitter almond 
oil containing a very large quantity of prussic acid, always yields benzimide instead of 
benzoin when treated with potash-ley.— 2. When the resinous mass chiefly 
consisting of benzoin and benzimide, which remains in the retort when 
bitter almond oil is rectified, is dissolved in boiling alcohol, a solution is 
obtained which on cooling yields benzimide, to be purified by several 
recrystallisations from hot alcohol, (Winckler.) 
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Properties. Colourless, light, somewhat pearly flakes composed of 
microscopic needles and lamine. (Laurent.) White or greenish white, 
loosely coherent mass, which leaves a stain when rubbed or pressed. 
(Zinin.) Light, microscopic, yellowish white crystals, which are destitute 
of lustre and leave a stain. (Gregory.) Melts when heated and solidifies 
in a radiated mass at 167°. (Laurent.) Melts without decomposition at 
a high temperature. (Gregory.) Inodorous. May be volatilised without 
decomposition. (Laurent.) 


Laurent. Zinin, Gregory. 
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Decompositions. 1. When strongly heated, it turns brown, and 
yolatilises, leaving charcoal. (Zinin.) Decomposes at a strong heat, and 
emits the odour of bitter almond oil. (Gregory.) Burns on platinum foil 
with a red sooty flame. (Laurent.)—2. Dissolves in hot nitric acid 
without evolution of nitrous vapours, and is not precipitated therefrom 
by water or ammonia. Heated with nitric acid and alcohol, it gives off 
red fumes and yields ammonia and benzoate of ethyl. (Laurent.) 
Dissolves in nitric acid with decomposition. (Zinin.)—8. Dissolves 
with decomposition in boiling hydrochloric acid, and yields an oil having 
the odour of bitter almond oil. (Laurent.) Boiled with hydrochloric 
acid, it yields bitter almond oil and sal-ammoniac (Gregory), probably 
also formic acid (Gerhardt, Zraité 3, 194; compare Compt. chim. 
1850, 116); 


C®N*7H*O* + 10HO = 3CHH'O? + 2C7H?O*.+ 2NH% 


4, When heated with oi of vitriol, it yields an emerald-green golution 
which afterwards turns yellow and then black, while benzoic acid 
sublimes. (Laurent.) When perfectly dry, it dissolves in fuming oil of 
vitriol with dark indigo colour; when somewhat moist, with emerald- 
green colour, which afterwards changes to yellow. (Laurent.) It dis- 
solves in oil of vitriol with emerald-green colour which soon turns to 
red, and is precipitated in its original state by water. (Zinin, Gregory.) 
—5. Heated with strong bases it yields benzol. (Gregory.) Heated 
with hydrate of potash which is moistened with a little alcohol, it yields 
ammonia and benzoate of potash, (Laurent.) 


Combinations. Insoluble in water. Dissolves sparingly in boiling 
alcohol and ether (Laurent, Zinin, Gregory), better in wood-spirit, 
(Laurent. ) 
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Thiobenzaldin. 
CYeN HS! = C#AdH".S* or C#?AdH"s?,2HS. 


Laurent, (1841.) WN. Ann. Chim. Phys. 1, 295; Ann. Pharm. 
88, 323.— Rev. sctent. 16, 393. — Compt. rend, 81, 352; Pharm. 
Centr. 1841, 498. 


Sulfobenzoylwasserstof, Hydrure de sulfazobenzotle, Sulfazoture de benzéne. 


Formation. By the action of hydrosulphate of ammonia on bitter 
almond oil, the first stage of the reaction being probably the formation 
of sulphide of stilbene : 


8C8H’S! + 2NH? = 2CPNHYS! + 4HS., 


Preparation. 1. Generally produced in small quantity in the prepa- 
ration of sulphide of stilbene from bitter almond oil and hydrosulphate 
of ammonia; crystallises from the filtered alcoholic solution by spon- 
taueous evaporation (p. 169).—2. To a solution of 1 vol. crude bitter 
almond oil in 4 or 5 vol. ether, 1 vol. hydrosulphate of ammonia is added, 
and the crystalline crust which forms in the course of three or four 
weeks is purified by recrystallisation from ether.— 3. When 1 or 2 vol. 
hydrosulphate of ammonia are poured upon 1 vol. bitter almond oil, the 
greater part solidifies in 4—— 8 weeks, sometimes in a resinous, sometimes 
in a crystalline mass, which may be freed from adhering oily substance 
‘by washing with ether, and repeatedly crystallised from boiling ether. — 
In this reaction several compounds are formed (p. 25). By the third process, 
Laurent on one occasion obtained benzoylazotide and a thick oil; sometimes benzoy!- 
azotide or a white powder insoluble in ether is formed, in addition to thiobenzaldin. 
In one instance, rhombohedrons resembling calcspar and insoluble in ether were also 

produced, 


Properties. Colourless Jaminze with a pearly lustre, or when ob- 
tained by spontaneous evaporation of the ethereal solution, rather 
large oblique rectangular prisms belonging to the oblique prismatic 
system. Mig. 97, without f and hf and with the m-faces predominating 
[oP. «Poo. fs Px.) oP]lae:¢ nearly = = 129°, in other crystals 
= 98°, ws ws 12E° 40’5 y 3 aw =e 122° 80’. Exhibits three distinet 
cleavages, the most distinct being parallel to m. Melts at 125°, becomes 
ductile on cooling and solidifies to a gummy mass, It imparts to the 
fingers an offensive odour, like sulphide of stilbene. 
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'Lhis compound occupies in the benzylene series the same place as thialdin in the 
ethylene series. Laurent, from the above analysis, deduced the formula C!®N?H*6S822, 
for which he afterwards (Compt. rend. 31, 352) substituted the one above given, in 
accordance with a new nitrogen- “determination. 
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Decompositions. 1. Thiobenzaldin when strongly heated becomes 
bluish, then reddish and gives off ammonia; on cooling, the mass solidifies 
with a radiating structure. When distilled, it yields an oil and most of 
the products of decomposition of sulphide of stilbene. —2. It is decom- 
posed with effervescence by bromine, forming hydrobromate of ammonia, 
and an oil which may be extracted by ether and crystallises partially 
when its solution is evaporated. —8. When moderately heated with 
mitric acid, it is violently attacked, an oil, which appears to be bitter 
almond oil, collecting on the surface. On boiling the liquid, benzoic 
acid is produced. —4. With hot ot/ of vitriol it forms a solution of a 
beautiful carmine colour. Water destroys this colour and throws down 
yellow flakes. — 5. Boiled with alcoholic potash, it gives off ammonia; 
water added to the solution separates an oil which crystallises on expo- 
sure to the air, and acids eliminate sulphuretted hydrogen. — When 
continuously boiled with alcohol, it gives off sulphuretted hydrogen. 

It dissolves in 20—30 pts. of boiling ether. 


Appendix to Thiobenzaldin: 


Hydrosulphate of Azobenzoyl. 


Laurent. WV. Ann. Chim. Phys. 1,300; Ann. Pharm. 88, 327; Pharm. 
Centr. 1841, 500. 


Formation and Preparation. A mixture of 1 vol. crude bitter 
almond oil, 1 vol. hydrosulphate of ammonia and 1 vol. ammonia, left 
to itself for a quarter of a year in a closed vessel, solidifies for the most 
part, and on treating the resulting mass with boiling ether, a small 
quantity of hydrosulphate of azobenzoyl remains behind. 

White crystalline powder consisting of microscopic rhombs or 
rhomboids, often having their acute edges truncated. Inodorous, 
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As the analysis shows a loss of 3 per cent., Laurent placed but little confidence in 
the formula deduced from it.—The compound is perhaps C¥N?H18% = CPAGHS,2H8, 
and produced in the manner represented by the equation : 


3C8HS! + 4NH3 = 2C“2N2H2S3 + GHS [L.]. 


It is nearly insoluble in alcohol and dissolves but sparingly in boiling 
ether, 
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Benzoylureide. C°N*®H*O*. 
LAvRENT & Geruarpt. Compt. chim. 1850,119; Compt. rend. 30, 405. 


Formation. By the action of urea on bitter almond oil: 
3CHH6O?2 + 4C2N°H‘4O2 = C*°N8H08 4+ 6HO. 


Preparation. A mixture of 5 pts. of pulverised urea and 2 pts. 
bitter almond oil becomes perfectly liquid when heated to a temperature 
even below 100°, and soon afterwards solidifies into a compact mass. 
It is best to place the mixture in a basin on the sand-bath, and stir it with 
a pestle. The solid mass is pulverised, freed from any excess of bitter 
almond oil by treatment with ether, boiled with a large quantity of 
water till no more urea crystallises from the filtrate by evaporation, and 
dried at 120°. 


Properties. Amorphous white powder destitute of taste and smell. 
Separates from the alcoholic solution by evaporation in amorphous crusts, 


Laurent & Gerhardt. 
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Decompositions. 1. Benzoylureide turns yellow at 170°, and gives 
off bitter almond oil at a temperature a few degrees higher. By dry 
distillation, it yields bitter almond oil and water containing ammonia, 
and leaves a yellow residue which dissolves sparingly in alcohol and 
ether, and disappears completely when more strongly heated. —2. When 
boiled with dilute acids, it is resolved into bitter almond oil and urea. — 
3. It is gradually decomposed by boiling potash-ley, bitter almond oil 
and ammonia escaping together with the watery vapours. The solution 
contains benzoate of potash. 

Benzoylureide is insoluble in water. 

It dissolves in alcohol, but not in ether. 


Benzoinam. 
C¥NH”O = C#®AdH"0?, 


LavrENT. (1844.) Compt. chim. 1845, 37; Pharm. Centr. 1845, 829. 


Formation. — By the action of alcoholic ammonia on benzoin : 
C8H20! + NH? = C8NH"O + 8HO. 


It is sometimes produced by the action of ammonia on crude bitter 
almond oil, probably because that substance almost always contains 
benzoin. 


BENZOINAMIDE., Ze 


Preparation. When the mixture obtained from benzoin and alco- 
holic ammonia left to stand quietly (p. 174), is exhausted by boiling 
with alcohcl, benzoinam remains together with the crystalline body (2) 
(p. 174); on boiling this mixture with alcoholic potash, the body (2) 
dissolves, and the liquid is then somewhat diluted with alcohol and 
filtered. The filtrate mixed with water yields a precipitate, which however does not 
consist of the compound (2) in its original state. The benzoinam remaining on 
the filter is dissolved in boiling alcohol containing a small quantity of 
hydrochloric acid, and precipitated from the solution by ammonia.’ 

White microscopic needles. Inodorous. Melts when heated and 
crystallises partially in needles on cooling. 


Laurent. 
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The compound does not appear to be decomposed by potash. 

It dissolves at a gentle heat in oil of vitriol, forming a reddish 
soluticn from which water throws down orange-yellow flakes. 

It dissolves readily in boiling alcohol containing hydrochloric acid, 
and the solution, when diluted with water, deposits a portion of the 
benzoinam, the rest on addition of ammonia. 


Benzoinamide. 
CN 4H — C*# A d?N2H??,2 


Laurent. (1837.) Ann. Chim. Phys. 66, 189; Pharm. Centr. 
1838, 295. 


Formation. By the action of aqueous ammonia on benzoin : 


3C2HYO* |] 4NH? = C#N'H* + 12HO. 


Preparation. Benzoin covered with ammonia in a stoppered bottle, 
forms in 8 weeks a white powder which may be freed from unaltered 
benzoin by boiling with alcohol. The residue is recrystallised from 
boiling ether. 


Properties. White powder consisting of microscopic, very slender 
needles, having a silky lustre. After fusion, it solidifies in a fibrous 
mass. May be distilled without decomposition. 


Laurent. 
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Polymeric or isomeric with hydrobenzamide. 


Insoluble in water; very sparingly soluble in alcohol and ether. 
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Imabenzile. 
CRON DF em Oe AO? op COIN EL ta 


LAuRENT. (1843.) Rev. scient. 10, 122; 19,442; J. pr. Chem. 27, 812; 
35, 463; Pharm. Centr. 1848, 243. 


Formation. By the action of ammonia on benzile: 


C*#H*O?* + NEP e. CAN TU Ge a: ota 


Preparation. Benzile is dissolved in warm absolute alcohol, dry 
ammoniacal gas passed through the still warm solution, and the liquid 
left to cool, while the passage of the gas is continued. After 24 hours, 
the liquid, together with the sediment which has formed, is heated to the 
boiling point, and filtered at the same temperature. Imabenzile then 
remains on the filter and may be purified by washing with ether. 


Properties. White inodorous powder: Separates from its solution in 
boiling ether-aleohol, in microscopic right rhombic prisms with dihedral 
summits whose faces rest on the obtuse lateral edges. Melts at 140°, 
remains soft and glutinous on cooling, and then solidifies without 
erystallising. 
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Decompositions. 1. Imabenzile is partially decomposed during fusion. 
When subjected to dry distillation, it neither gives off gas nor leaves any 
carbonaceous residue. — 2. When gently heated with nitric acid, it gives 
off red vapours, and yields a yellow oil, which solidifies in the crystalline 
form on cooling, dissolves in alcohol, and crystallises therefrom in small 
needles united in tufts, but is insoluble in ammonia. —3. It is not 
altered by boiling with hydrochloric acid. It dissolves in gently heated 
oil of vitriol, and the solution mixed with water deposits benzilam.— 
4, It dissolves readily in boiling alcoholic potash; and water added to 
the solution throws down benzilimide, while nothing but potash remains 
dissolved. 

Imabenzile is perfectly insoluble in boiling alcohol and ether. 


Benzilim. 
C*®§N?H”O4 — CsA d?H 804. 


LAURENT. (1845). Rev. scient. 19, 442; J. pr. Chem. 35, 463. 


Benzilimide. 


BENZILIM. 219 


Formation. 1. By the action of ammonia on benzile: 
2C#H"OQ! + 2NH? = C*N?7H*=0O! + 4HO. 


2. By boiling imabenzile with alcoholic potash. 


Preparation. The hot filtrate obtained in the preparation of imaben- 
zile (p. 218), deposits on cooling slender needles of benzilim, mixed with 
a few thick crystals of benzilam. The decanted mother-liquor yielded by spon- 
taneous evaporation a few more crystals of benzilim together with crystals of benzilam. 
The benzilim is purified by several recrystallisations from boiling alcohol, 
2. Imabenzile is dissolved in boiling alcoholic potash, and the solution 
mixed with water, which throws down benzilim. 


Properties. White, silky, extremely slender needles, which, under the 
microscope, appear to be united in tufts. Melts at 180°, becomes 
gummy on cooling, and solidifies at ordinary temperatures, without 
erystallising. 
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Polymeric (or isomeric) with imabenzile.—Laurent (Méthode de chimie, p. 108) 
regards it as the nitrile of benzilic acid = CSNH"O?, 


Decompositions. 1.. When fused, it yields the same products of 
decomposition as imabenzile. Distils apparently without decomposition, 
but the distillate dissolves very readily in ether and crystallises therefrom 


in needles by evaporation. —2. It is easily decomposed by hot niirie 
acid, with evolution of red vapours, and yields the same products as 
imabenzile. — 3. It dissolves in gently heated oil of vitriol, and the 


solution mixed with water deposits benzilam.-— 4. It is not decomposed 
by hydrochloric acid. 
It dissolves sparingly in alcohol and ether. 


Benzilam. C*NH. 
Laurent. (1845.) ev. scvent. 19, 443; J. xr. Chem. 85, 464. 


Formation. 1. By the action of ammonia on benzile: 
C#H"O? + NH? = C*NH? + 4HO. 
2. By dissolving imabenzile or benzilim in oil of vitriol: 
C*NH" 0? = C®NH? + 2HO. 
Preparation. 1. The thick crystals obtained in the preparation of 
benzilim are purified by repeated crystallisation from cold ether-alcohol. 


—2. The solid mass obtained by the action of ammonia on benzile is 
washed with alcohol; the resulting mixture of imakenzile and benzilim 
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dissolved in gently heated oil of vitriol; and the solution diluted with 
water; an oil then separates out which solidifies almost immediately. 
This product is washed with water, then quickly with a small quan- 
tity of alcohol, dissolyed in ether-alcohol, and the solution is left to 
evaporate. 


Properties, Colourless, right rectangular prisms. Jig. 69 without 
p and 2, and very narrow (2 Po .0Po. Po) y: y = 106°; 
t:m = 90°; ¢:w=115°. Crystallises from alcohol in prisms an inch 
or two long; from ether in short, rather thick prisms. — Melts at 105°, 
and if not perfectly fused, solidifies again in needles at a temperature 
very little lower; but after complete fusion, it remains fluid fora long 
time at ordinary temperatures, and gradually solidifies without crystal- 
lising, but if it be then gently warmed, becomes opaque and crystalline. 
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It is quickly decomposed by nitric acid, an oil being produced which 
crystallises in needles on cooling and is insoluble in ether. 

It is not decomposed by boiling alcoholic potash. 

It dissolves readily in oid of vitriol, and is precipitated in its original 
state by water. 

It dissolves very easily in alcohol and in ether. 


Azobenzile, C”®NH*O?. 


ZININ. (1840.) Ann. Pharm, 34, 190. 
Laurent ev. ecient. 19, 445; J. pr. Chem. 35, 466. 


Formation and Preparation. When an alcoholic solution of benzile 
not too concentrated is mixed with aqueous ammonia, a white granular 
precipitate is formed, which, after remaining in the liquid for 10 hours, is 
washed and recrystallised from alcohol. The liquid which has deposited the 
azobenzile, contains benzoate of ethyl; and apparently, a body which dissolves readily 
in alcohol and crystallises in small needles [probably benzilam. L.]. The same sub- 
stance is more abundantly produced when an alcoholic solution of benzile is gradually 
mixed with ammonia at the boiling heat, till the liquid, still kept boiling, exhibits a 
milky turbidity. 


Properties. White, highly lustrous, iridescent, thin, smooth needles 
and lamine. 
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Laurent, adopting Zinin’s formula (1) gives for the formation of azobenzile the 
equation : 


5C8H"O! + 2NH3 = 2C“NHO + 4CHHSO! + 2HO, 


which likewise takes account of the simultaneous formation of benzoate of ethyl. 
According to formula (II), the formation of azobenzile takes place simultaneously with 
that of benzoic acid and benzilam, as represented by the equation: 


4CH™O! + 3NH?3 = C®NHMO? + 2C3NHY + CHHSO? + 10HO Biel 


Azobenzile is nearly insoluble in water, potash and ammonia. 

It dissolves in alcoholic potash, ammonia, and hydrochloric¢ acid, 
whence it crystallises without alteration. The solution is not precipitated 
by alcoholic nitrate of silver. 

Soluble in alcohol. 


€ Addenda to the Benzylene Series. 


Methylate of Benzylene. 
CBHYOS — Orakei bait ee 


C., Wicke. Ann. Pharm. 102, 3638. 
Methylobenzolic ether, Methylbenzolather. 


Formation. By the action of methylate of sodium on chloride of 
benzylene: 


CHH6,C? + 2C?H3NaO? = 2NaCl + C!4H®(C?H?)?04, 


Preparation, 2 At. sodium are dissolved in pure anhydrous methylic 
alcohol, and the solution boiled for some hours with chloride of benzylene. 
A large quantity of chloride of sodium then separates; the excess of 
methylic alcohol is removed by distillation at the heat of the water-bath; 
the residue mixed with water; and the methylate of benzylene, which rises 
to the surface, is removed by a pipette, then dried and rectified. 


Properties. Transparent, colourless liquid, heavier than water. 
Boils at 208°, leaying however a brown residue arising from decompo- 


sition. — Has an agreeable odour, resembling that of geraniums. — Inso- 
luble in water; easibly soluble in wood-spirit, alcohol, and ether. 


Eithylate of Benzylene. 
C??H 1604 = Cee Clr)? 0%, 


Wicke. Ann, Pharm, 102, 364, 


Ethylobenzolic ether, Aethylbenzolither. 
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Prepared, like the preceding compound, by the action of ethylate of 
sodium on chloride of benzylene. : 

Transparent colourless liquid, heavier than water, and smelling like 
the methyl-compound. Boils at 222°. 
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This and the preceding compound may be regarded as compound 
114,76 

ethers derived from the [unknown] biatomic alcohol © H:}04 related to 

chloride of benzylene C“%H%,Cl*, in the same manner as Wurtz’s glycol 


4y74 
or hydrate of ethylene Os is related to chloride of ethylene, 


2 
these alcohols being formed from 2 molecules of water, Hr tO# by the 


replacement of 2 At. H by the biatomic radicals C“H® and C*H*. The 
ethers are formed by the replacement of the other two atoms of hydrogen 
by 2 At. methyl, or ethyl, &c.; thus ethylate of benzylene = crHs)2} 0% 
This compound occupies in the benzylene series the same place that 
acetal ae 2}O! occupies in the ethylene series. 


Ethylate of benzylene is insoluble in water, but dissolves readily in 
wood-spirit, alcohol and ether. 


Amylate of Benzylene. 
C34H 28¢34 —- Cri (ChHY PO. 
Wicks, Ann. Pharm. 102, 364. 
Amylobenzolic ether, Amylbenzoldther. 


Produced by the action of amylate of sodium on chloride of benzylene. 
It must be freed from adhering fusel-oil by fractional distillation, that 
liquid not being sufficiently soluble in water to be removable by washing. 

Slightly yellowish oil, lighter than water, and having an odour 
somewhat like that of fusel oil. Boils, with some decomposition, at 
about 292” 


Wicke 
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Acetate of Benzylene. 
C?H’O8 ae CERO Te? Oe 


Wicke. Ann. Pharm, 102, 366. 


Acetobenzolic ether, Essigstiure-Benzoldther. 


Formation. By the action of chloride of benzylene on acetate of 
silver: 
CMe ho 


= Correo? lA. 
C¥H6,C? sie o( Ag \o2) = 2AgCl a5 (C4H202)2 


Preparation. Perfectly dry acetate of silver (rather more than 
2 At.) is triturated with 1 At. chloride of benzylene, and the scarcely 
moist mixture introduced into a small flask. On the application of a 
gentle heat, a violent action takes place, attended with evolution of white 
fumes; hence it is best not to use more than 10 grammes of the silver- 
salt ata time; but even then the product falls considerably below the 
calculated quantity. The mass, after cooling, is treated with successive 
portions of ether as long as that liquid dissolves any thing out of it; 
the united ethereal extracts distilled in the water-bath; the residual 
yellowish oil freed from adhering acetic acid by washing with weak soda- 
ley and then with water, and finally redissolved in a small quantity of 
ether; and the solution is left to evaporate. The acetate of benzylene » 
then remains in the form of a viscid oil, which deposits small macle- 
crystals in the course of 24 hours, and after some time solidifies completely. 


Properties. Small, perfectly white, shining crystals, very much 
resembling the so-called swallow-tail crystals of gypsum and apparently 
belonging to the oblique prismatic system. From solution in alcohol or 
ether it separates by spontaneous evaporation, as an oil, and is likewise 
precipitated as an oil on adding water to the alcoholic solution. This 
oil often remains liquid for a considerable time, but suddenly solidifies 
on being touched with an angular body or on agitation. — The compound 
melts at 136° and solidifies in the crystalline form on cooling. 
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Decompositions. 1. Acetate of benzylene cannot be volatilised with- 
out decomposition. When heated in a retort, it begins to boil at 190°, 
the boiling point gradually rising to 240°. The distillate, which is acid 
to moist litmus paper, is a mixture of anhydrous acetic acid and hitter 
almond oil: 

CHS 


a, 30)2)2 2 ] Cy? 
(Gi202) 5 0 == (C'H?0°)?,0? + CHHSO?. 
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2. Heated with aqueous potash to 100° in a sealed tube, it yields 
bitter almond oil and acetate of potash: | 


Cys . 
(Careonp} O' + 2HO = CMHC? + 2CHTOF. 


4qy4 
This reaction is not exactly analogous to that of acetate of ethylene (cHH02)} Ws 


44 
with aqueous potash, which yields glycol or bydrate or ethylene “ Ho tO! A similar 
decomposition of acetate of benzylene would yield benzolic alcohol or hydrate of ben- 
CHH5) ., 
H2/ O°, 3. Acetate of benzylene heated to 100° in a sealed tube 
with aqueous ammonia, yields acetamide and hydrobenzamide, the former 
of which may be extracted from the mixture by solution in water. 


3 ( er? }0') + 8NH? = GN(H.H.C'H°02) + C&N?H'S + 12HO 
(C4H802)? Ip ay pn : 


zylene 


4, Heated to 100° in a sealed tube with dilute sulphuric acid, it is con- 
verted into bitter almond oil. 


Combinations.. Insoluble in water, but dissolves very readily in 
alcohol and ether. 


Valerate of Benzylene. 
C34H #408 ceed Or EO Nel Bie i Bh 


Wickes. Ann. Pharm. 102, 869. 


Valerobenzolic ether, Valeriansiure-Benzolither. 


Prepared like the acetate, by the action of chloride of benzylene on 
valerate of silver. After the action is completed, the mass is not solid 
but viscid, and ether extracts from it an oil, which, when the solvent 
is evaporated, remains viscid and yellow, and cannot be induced to 
crystallise. 
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The difference between the analytical and calculated results arises from the 
presence of excess of chloride of benzylene, which covld not be removed. 


The compound is decomposed by distillation, apparently in the same 
manner as the acetate; for the distillate treated with carbonate of 


soda, slowly gives up valerianic acid, while bitter almond oil remains 
behind; 


Cus 
(Corp) Of = CMHCO? + (CPH%O?)?,0%, 


BENZOATE OF BENZYLENE. 


bh 
tw 
Cy 


Benzoate of Benzyilene. 
C8H"08 = C4H"(C4H50")204, 
Wicker. Ann. Pharm. 102, 370. 


When chloride of benzylene is triturated with benzoate of silver, the 
mixture becomes heated, acquires a kneadable consistence, and must be 
quickly introduced into a flask provided with an escape-tube to carry 
away the intensely suffocating vapours of chloride of benzylene. On 
treating the cooled mass with other, a brown extract is obtained, which 
when evaporated, yieldsa viseid, brown, uncrystallisable mass. ‘This pro- 
duct mixed with’ alcoholic potas sh immediately yields a solid mass of 
benzoate of potash, together with bitter almond oil. 


re ee 


Benzylene likewise unites with bibasic acids, forming putea udg 
which may be ee, as benzolic alcoh ol in which the 2 At. of basic 
hydrogen are replaced by the radical of a bibasie acid. 


Sulphate of Benzylene. — ai FO} obtained by the action of chloride 


of benzylene on sulphate of silver, is a red-brown, uncrystallisablo oil. 


CHuHS a ‘i 
C8Tq40! f O% appears to be formed by the 


Succinate of Benzylene. 


action of chloride of pisos on succinate of sily er. The ethereal 
extract treated with dilute soda-ley, yields free succinic acid and bitter 
almond oil. 

The action of chloride of Tae on oxalate of silyer is so violent 
that no definite product can be obtained from it. 


Chloride of benzylene heated to 100° in a sealed tube with strong 
aqueous or alcoholic potash (most quickly by the latter) yields chloride 
of potassium and bitter almond oul. 


CBHE CE + 2K 0 = CMH°O? + 2K Cl. 


The statement of Cuahours (p. 51) that this compound is not acted upon by potash, is 
therefore incorrect. 


Heated for some time to 100° with aqueous or alcoholic ammonia in 
a sealed tube, it yields s sal-ammoniac and bitter almond oil. At ordinary 
temperatures no action takes place. Chloride of benzylene may also be 
distilled without change in dry ammoniacal gas. 

Heated to 100° in a sealed tube with an alcoholic solution of Sate 
cyanide of potassium, it yields po of potassium and an oil having the 
odour of mustard-oil. With dry cyanide of potassium at 100°, no decamn 
position takes place. (Wicke. €. 

‘eae Q 
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Toluene Series. 
A. PRIMARY SERIES. 


Primary Nucleus C™H®. 


Toluene or Toluol. C™“H*. 


PELLETIER & WALTER. (1837.) Ann. Chim. Phys. 67, 269; Pogg. 
44, 81; Pharm. Centr. 1887, 551. 

CoverBE. Ann. Chim. Phys. 69, 184; J. pr. Chem. 18, 65. 

Devitte. WV. Ann. Chim. Phys. 3, 152, 168; J. pr. Chem. 25, 336; 
abstr. J. Pharm. 27, 686, 640; Pharm. Centr. 1842, 194. 

Gutnarp & Boupautt. WV. Ann. Chim. Phys. 4, 2743; abstr. Compt. 
rend. 17, 508; also J. pr. Chem. 31, 111.— NV. J. Pharm. 6, 250; 
abstr. Compt. rend. 19, 505; J. pr. Chem. 33, 466; Pharm. Centr. 
1844, 155. . 

BuytH & Hormann. Ann. Pharm. 538, 325. 

Muspratt & Hormann. Ann. Pharm. 54, 9; Pharm. Centr. 1845, 514. 

Noapv. Ann. Pharm. 638, 305. 

E. Koper. Compt. chim. 1849, 149. 

MANSFIELD. Chem. Soc. Qu. J. 1, 266; also Ann. Pharm. 69, 478. 

Canours. Compt. rend. 28, 284; also J. pr. Chem. 47, 423; Comopt. 
rend. 30, 319. 

Witson. Ann. Pharm. 77, 216; Chem. Soc. Q. J. 8, 154. 

VouckeL. Ann. Pharm. 86, 384. 

Cannizzaro. Ann. Pharm, 90, 252; 96, 246. 

RitTHAvuSsEN. J. pr. Chem. 61, 74; Pharm. Centr. 1854, 350. 


Retinaphta (Pelletier & Walter), Heptacarbure quadrihydrique (Couerbe), 
Benzoen (Deville), Dracyl (Glénard & Boudault), Toluene (Cahours). [Tole, Gm.]. 


Formation. 1. By the action of potash on benzylic alcohol. 
(Cannizzaro): 


3C¥HSO? + KO,HO = C#H5KO! + 2CMH8 + 4HO. 
2. By heating toluylic acid with excess of lime. (Noad): 
C’H80! = CHHS + 2C02, 


3. By the dry distillation of tolu balsam (Deville, Muspratt & Hofmann, 
K. Kopp); of dragon’s blood (Glénard & Boudault); of the resin of Pinus 
maritima (Pelletier & Walter); of Burmese naphtha or Rangoon tar 
(De la Rue & Muller, Proc. Roy. Soc. 8, 221).— 4. Inthe preparation of 
illuminating gas from resin or of rather fat oil. (Couerbe.) —5. In the 
dry distillation of wood (Volckel) and of coal. It occurs abundantly in 
coal-tar oil. (Mansfield. ) 


Preparation. 1. From Benzylic alcohol.— When benzylic alcohol 
is distilled with four or five times its volume of concentrated alcoholic 
potash in an apparatus which allows the less volatile products to flow 
back again, all the alcohol passes over at first, then water with a small 
quantity of unaltered benzylic alcohol, and at last, when the residue has 


TOLUOL. 227 


become solid, a mixture of toluol with benzylic alcohol. This mixture 
is distilled by itself; the portion which goes over at 116° collected 
apart and shaken up with oil of vitriol, whereby the benzylic alcohol is 
resinized and dissolved; and the decanted liquid is washed with carbo- 
nate of potash and twice rectified over anhydrous phosphoric acid. 
(Cannizzaro.) 

2. From Tolu balsam. — The balsam freed by distillation with water 
from tolene, cinnamein and a portion of the benzoic acid, is heated in a 
copper boiler to remove the water, till it no longer froths up, and then 
subjected to dry distillation in a retort filled only to one-fourth. At 
first it boils quietly and gives off nearly pure benzoic acid (benzoic acid 
with a little cinnamic acid, which solidify in the receiver in the crystalline form, and 
yield a considerable quantity of toluol when distilled with water: Muspratt & 
Hofmann). The heat must then be increased to maintain the ebullition, 
which becomes irregular, the mass frothing up strongly and therefore 
requiring frequent agitation; ata later stage of the process, however, it 
again boils quietly. The product of the distillation is —besides carbonic 
acid, carbonic oxide and a little water — a heavy oil, which is a mixture 
of benzoate of ethyl (more probably benzoate of methyl according to Muspratt & 
Hofmann, also according to Scharling, Ann. Pharm. 97, 83), and toluol. This 
mixture is distilled by itself, and the portion which goes over between 
130° and 140° is rectified over strong potash-ley and dried over chloride 
of calcium; the product is very small. (Deville, Muspratt & Hofmann.) 
— K. Kopp purifies tolu-balsam as completely as possible from cinnamic 
acid by repeated boiling with carbonate of soda, boils the residue with 
strong soda-ley, and distils the brown solution (which solidifies in a 
brown mass on cooling) at a gradually increasing heat. The oil which 
passes over with the water increases in quantity till it amounts to a 
tenth part of the distillate after decantation; it is rectified, dehydrated 
over chloride of calcium, and again rectified. 


3. From Dragon's blood. — When the black-red oil obtained by the 
dry distillation of dragon’s blood is rectified, a mixture passes over con- 
sisting of toluol and styrol (draconyl: Glénard & Boudault) which be- 
comes colourless after being twice distilled with water; and when this 
mixture is repeatedly distilled at the lowest possible temperature, 
and without ebullition, in order to convert the styrol into metastyrol 
(or, to retain the draconyl, according to Glénard & Boudault), the toluol 
distils over. According to Glénard & Boudault, the toluol should ulti- 
mately be boiled several times with solid hydrate of potash to retain 
the draconyl; according to Blythe & Hofmann, the styrol is merely 
converted by the heat into metastyrol, and complete separation might be 
effected by heating the mixture for an hour to 200°. 

4. In the distillation of resin-ou (x, 411), toluol passes over after the 
oil C?H® (xi, 378). (Couerbe.) — 5. When the brown oil obtained in 
the preparation of illuminating gas by the dry distillation of the resin of 
Pinus maritima (brai sec.), is subjected to fractional distillation, there 
passes over between 130° and 160°, a yellowish red oil which has a 
strong but not unpleasant odour, reddens litmus, and when rectified 
leaves a carbonaceous residue, while an amber-coloured distillate passes 
over. This distillate is freed from the empyreumatic acid by agitation 
with tolerably strong potash-ley, and distilled in the oil-bath; the portion 
which distils over at 160° is shaken up with oil of vitriol; and the decanted 
oil is washed with potash-ley and rectified. This treatment with oil of 
vitriol and potash-ley is repeated 15 or 20 times, till the residual oil, 

Q 2 
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when again treated with oil of vitriol, neither becomes coloured itself, 
nor imparts any colour to the oil of vitriol, after which, it is rectified 
two or three times over potassium, till that metal remains in contact with 
it pertectly bright. (Pelletier & Walter.) 

6. When crude commercial wood-spirit is diluted with water, a pale 
yellow oil whese boiling point varies from 90° to 260° rises to the surface. 
This oil is shaken up with oil of vitriol; and the clear liquid is decanted 
from the brown-red viscid mass, washed with dilute potash-ley, dried by 
chloride of calcium, and distilled over anhydrous phosphoric acid. The por- 
tion which first distils over (between 108° and 112°) is toluol. (Cahours.) 
—7. The portion of the volatile oil obtained in the distillation of beech-tar, 
which passes over between 100° and 150°, is treated with oil of vitriol, 
and the undissolved portion is subjected to fractional distillation. The 
portion which distils between 110° and 180° is tolnol. (Vélckel.) 
— 8. The portion ¢ (xi, 135) of the light naphtha obtained from coal-tar, 
which distils over between 100° and 150°, consists of toluol. (Mansfield, 
Ritthausen.) — The portion which goes over between 100° and 120° is 
treated with half its weight of oil of vitriol, whereby unknown sub- 
stances are removed and a constant product more readily obtained 
(Wilson); see also Hilkenkamp, Ann. Pharm. 95, 86; Chem. Gaz. 
1855, 461). 


Properties. Colourless, strongly refracting oil, having a_ pleasant 
ethereal odour very much like that of benzol, and a burning taste. 
Sp. gr. 0°86 (Pelletier & Walter), 0°821 (Couerbe), 0°87 at 18° (Deville), 
0 864 at 23° (Glénard & Boudault). Very mobile; does not solidify at 
—20°. (Pelletier & Walter; Glénard & Boudault). Boils at 108° when 
the barometer stands at 0°76 met. (Pelletier & Walter, Deville); at 100° 
(Couerbe), at 106° (Glénard & Boudault), at 114° (Gerhardt, VV. Ann. 
Chim. Phys. 14,107; J. pr. Chem. 35, 300; Cannizzaro), at 109°, bar. at 
0-763 met., the boiling point rising gradually to 110°5° (Noad), from 
110° to 110°5° (Ritthausen, Wilson), at 103°7° (Church, Phil. Mag. [4], 
9, 256). Volatilises without decomposition. it becomes partially oxidised 
during distillation, if the vapours in the upper part of the retort become hotter than the 
boiling liquid. (Church.)— Vapour density = 3:23 (Pelletier & Walter) 
3°34 (Couerbe), 3:26 (Deville), 3°27 (Cahours.) 
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Decompositions. 1. Vapour of toluol is not altered by passing 
through a red-hot tabe filled with potash-lime. (Deville,)— 2. Toluol 
remains unaltered when left in contact with potash in vessels containing 
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air, or with platinum-black in vessels containing oxygen. (Deville.) It 
burns with a sooty flame. — 8. Toluol absorbs chlorine gas, with evolution 
of heat. (Glénard & Boudault.) When chlorine gas is passed in the 
dark through toluol kept at a low temperature, the action does not 
terminate in four hours. (The liquid, after being freed from excess of 
chlorine by passing a stream of carbonic acid gas through it at a tempe- 
rature between 50° and 60°, contains only 13°87 per cent. of chlorine.) 
After the action of the chlorine has been continued for a week, the liquid 
contains 14 At. C, 7H and 2-5 Cl; on distilling it, chlorotoluol, C“C1H’, 
passes over first, without evolution of hydrochloric acid, but afterwards 
that acid is given off. When chlorine is passed into toluol in broad day- 
light, as long as hydrochloric acid continues to form, hydrochlorate of 
terchlorotoluol C¥CEH*,HCl is produced; after a still longer passage of 
the gas, liquid bihydrochlorate of terchlorotoluol C4#CIH°,2HCI is formed, 
together with crystals of terbydrochlorate of terchlorotoluol C¥CH?,38 HCl. 
(Deville.) — At ordinary temperatures, toluol absorbs chlorine gas without being 
decomposed, but when chlorine is passed into toluol heated to the boiling point, the 
toluol is converted into an oil resembling chloride of benzoyl, which appears to be 
“CHCPH®, but cannot be completely purified by water from chlorine and hydrochloric 
acid. (Pelletier & Walter.) — 4. Fuming nitric acid converts toluol at ordi- 
nary temperatures into nitrotoluol C4XH’, and at the boiling heat, into 
binitrotoluol C“X?H® Dilute nitric acid acts slowly upon it, but ulti- 
mately yields the same products as the fuming acid. (Deville.) — 
Cold nitric acid does not act sensibly on toluol; but on distilling the liquid, nitrous 
vapours are given off, together with a large quantity of hydrocyanic acid; and in the 
retort there remains a warty mass, which when repeatedly boiled with alcohol, forms a 
white granular powder, which reddens litmus, dissolves in alkalis, is precipitated 
therefrom by acids, and sublimes when heated, leaving a carbonaceous residue. (Pelletier 
& Walter.) According to Glénard & Boudault, toluol (dracyl) forms with fuming nitric 
acid, when it acts in small quantity only, nitrotoluol (nitrodracyl), but in larger quantity 
and at a higher temperature, nitrodracylic acid C!’XH°O# [?], the action being attended 
with evolution of carbonic acid and red fumes, — 5, Toluel is scarcely attacked 
by boiling oil of vitriol (Pelletier & Walter); it dissolves in fuming 
sulphuric acid, with rise of temperature and formation of sulphotoluic 
acid and sulfitoluol. (Deville.) — Potassium and potash do not act upon 
toluol. (Pelletier & Walter, Glenard & Boudault.) Toluol digested with 
sodium ina closed vessel for 14 days, yields two substances boiling respec- 
tively at 97° and 112°. (Church, Phil. dag. [4], 9, 256.) 


Combinations. Toluol is insoluble in water, but imparts its odour to 
that liquid. (Deville, Glénard & Boudault.) 

It dissolves zodine at ordinary temperatures with amber-red colour, 
and at higher temperatures a large quantity of sawlphur, which separates 
in fern-like crystals on cooling. (Pelletier & Walter.) 

It dissolves sparingly in alcohol, more readily in ether (Deville, 
Glénard & Boudault); it is soluble in oils both fixed and volatile, and 
dissolves most resins, (Pelletier & Walter, Glénard & Boudault.) 


Hydrate of Cresyl. C'H*O®. 


Wittiamson & Farrum. Chem. Soc. Qu. J. 7, 282; Chem. Gaz. 
1854, 876; J. pr. Chem. 63, 294. 


Cresylic alcohol. 
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Occurs in variable quantity in creosote from coal-tar, and is obtained 
from the portion boiling between 200° and 220°, by fractional distillation, 
as a colourless, strongly refracting liquid, which boils at 203° in the air 
and at 200° in an atmosphere of hydrogen. 


Fairlie. 
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Isomeric or metameric with taurylic acid (xi, 154), and benzylic alcohol (xii, 18). 


The compound is decomposed by repeated distillation in the ordinary 
way, a portion appearing to be converted by the oxidising action of the 
air into hydrate of phenyl; but in an atmosphere of hydrogen, it may be 
distilled any number of times without alteration. — WVitric acid at ordi- - 
nary temperatures attacks it with explosive violence; but when treated 
with well cooled nitric acid, it yields a red solution containing ternitro- 
cresylic acid C'XH°O? (xi, 228). Dilute nitric acid forms only a brown 
tarry mass. — With ol of vitriol it becomes rose-coloured, and forms 
sulphocresylic acid O“H*O*,280°%. The baryta-salt of this acid yielded 
by analysis 29°47 p.c. baryta, while the formula C4H’BaO*,2SO® requires 
29°97 p. ec. — With pentachloride of phosphorus it yields chloride of cresyl 
(which boiled at 197°) and phosphate of cresyl, which latter is converted 
by double decomposition with acetate of potash into acetate of cresyl. 
[Compare the action of PCI’ on hydrate of phenyl (xi, 149, 173.)] Mixed with an 
equal bulk of strong potash-ley, it forms in the course of 24 hours, 


a few small crystals, apparently consisting of cresylate of potassium 
C¥H"KO?* 


Sulphotoluic Acid. 
C#H8S?0% — Ode ey 


DEvILLE, (1841.) WV. Ann. Chim. Phys. 8, 172. 
GuLenaRD & BoupauttT. NV. J. Pharm. 6, 258. 


Toluolschwefelstiure, Acide sulfotolwenique, Acide sulfobenzoénique, Acide 
sulfodracylique. 


Formation. From toluol and fuming oil of vitriol (p. 229). 


Preparation. Fuming oil of vitriol is saturated with toluol; the 
mass which solidifies on cooling is treated with water; the solution filtered 
from the sulfitoluol, is neutralised with carbonate of lead; the filtered 


liquid decomposed by hydrosulphuric acid; and the filtrate evaporated, 
first over the water-bath, afterwards in vacuo. (Deyille.) 


Properties. Small white crystalline lamin. (Deyille.) 
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Decompositions. Blackens quickly when dried over oil of vitriol in 
vacuo. When heated, it yields sulphurous acid, empyreumatic products 
and charcoal. 


Combinations. The acid quickly absorbs moisture from the air. 

The swlphotoluates do not suffer much alteration by exposure to the 
air. Their solution does not precipitate nitrate of copper or nitrate of 
silver. 

Sulphotoluate of Ammonia crystallises pretty readily in stellate 
needles. (Deville.) 

Sulphotoluate of Potash. — Indistinctly crystalline lamine contain- 
ing 15°3 p.c. potash and no water. [The formula C¥H/K,2SO% requires 22°55 
per cent. of potash; the formula C4H’K,2SO° requires 15°72 p.c. potash. L.] 
Very soluble. (Deville.) 

Sulphotoluate of Baryta.— Obtained by saturating the solution of 
toluol in fuming sulphuric acid with carbonate of baryta; the solution 
yields anhydrous crystalline scales. (Deyille.) 


Deville. 
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Does not deliquesce on exposure to the air. Dissolves very easily in 
water. (Deville.) 
The /ead-salt is very soluble in water. 


Secondary Nuclet of Toluene. 
Oxygen-nucleus C4H°O*, Salene. 
Saliretin. C™“H°O’. 


BRAconnoT. (1831.) J. Chim. méd. 7,17; Pogg. 20, 621. 

Piria. Ann. Pharm. 29, 300; Compt. rend. 7, 985; J. pr. Chem. 
16, 412. —Ann. Pharm. 80, 178 and 189; Ann. Chim. Phys. 
69, 281; J. pr. Chem. 17, 241. — Ann. Pharm. 56, 45; WV. Ann. 
Chim. Phys. 14, 268; Pharm. Centr. 1839, 870; 1845, 758. 

Liesie. Ann. Pharm. 30, 186; Pharm. Centr. 1839, 468. 

GerHarpDT. WV. Ann. Chim. Phys. 7, 215; Rev. scient. 10, 216; Pharm. 
Centr. 1848, 169. 

Rosrer. Ann. Pharm. 74, 184. 
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Hormation, By the action of most acids, even in the very dilute 
state, on saligenin or salicin. (Piria, Braconnot.) By treating an alco- 
holic solution of salicin with chlorine gas. (Roser.) 


Preparation. Salicin or saligenin is treated for some time with 
dilute sulphurie or hydrochloric acid. — ‘The saliretin collects on the 
surface of the liquid. The more dilute the acid, the purer and whiter is 
the product; when galicin is used, glucose remains in solution. (Piria.) 
Concentrated sulphuric or hydrochloric acid converts salicin into a resin, 
which, on addition of water, is deposited in the form of a white powder. 
(Braconnot.) The decomposition of salicin by dilute acids takes a very 
long time and is not easily completed, so that the quantity of sugar 
obtained is very variable. (Roser.) — Gerhardt dissolves the precipitated 
saliretin in alcohol and precipitates it with water. 


Properties, Resinous, white, often somewhat yellowish. Fusible. 
It can only be dehydrated by long continued heating in a current of dry 
air, and it is only when it has become perfectly transparent that its 
weight remains constant. 
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The formula C#H°O?, which represents saliretin as isomeric with bitter almond oil 
and bengoin, is adopted by Piria, because, in the action of dilute acids upon saligenin, 
the only product obtained besides saliretin, is a very small quantity of a bitter deii- 
quescent substance; and the difference of 15°99 p. c. between the saligenin used and the 
suliretin obtained may be accounted for by the addition of 2 At. water (Calc. 14°52 p.c.),. 
The two samples @ and 4 formerly examined were probably not anhydrous (Ann, Pharm. 
56, 46). [Phe analyses however exhibit, when compared with the calculated composi- 
tion, an excess of hydrogen and oxygen in the ratio, not of 1°8 but of 1°12 (L.)I. 

yerhardt suggested that the saliretin which he himself analysed was also not quite pure 
[the excess of hydrogen and oxygen which he found is in the ratio of 1:3°6 (L.)]; 
he more recently doubled the formula of salireitin, making it C**7H'?O# (Traité, 3, 310). 


Decomposiiions. 1. By dry distillation, it yields carbolic acid, water 
and a residue rich in charcoal. (Gerhardt.) —2. Boiled with chlorate of 
potash and hydrochloric actd, 16 does not yield chloranil, but a yellow 
amorphous mags, insoluble in water and alechol. (Hofmann, Ann. 
Pharm, 52, 64.)-—8. Boiled with strong nitric acid, it first yields a 
yellow resin aud red vapours, and ultimately forms a solution which 
appears to contain picric acid. (Piria, Gerhardt.) —4. Oil of vitriol 
colours it blood-red. —5. It does not yield salicylous acid when 
boiled with chromate of potash and sulphuric acid. (Piria.) — 6. It is 
insoluble in ammonia, but dissolves in aqueous fixed alkalis, whence it is 
precipitated as a white jelly by acids, even by carbonic acid. (Piria.) 

Saliretin is insoluble in water, but dissolves in strong acetic acid, in 
alcohol and in ether, and is precipitated from its solution by water. 


(Piria.) 
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paligenin. 
CUHSO! = CHO? 1202. 


Pintae (1545.) WV. Anu. Chaim. Phys. 14, 251; Ann. Pharm. 56, 538: 
J. pr. Chem. 36, 321; abstr. Compt. rend. 17, 186; Pharm. Centr. 
1845, 569.—Ann. Pharm. 81, 245; Pharm. Centr. 1852, 151. 


Formation. By the action of dilute acids or emulsin on salicin: 
CPHSOS + 4HO = 2CUH IO! + CHHMO, 


According to Piria, it is contained in populin in conjunction with benzoic 
acid and glucose, but cannot be separated therefrom by dilute acids or by 
emulsin. 


Preparation. An aqueous solution of salicin acidulated with sul- 
phurie or hydrochloric acid is heated till it just boils up, the liquid then 
saturated with chalk, and the filtrate shakeu with ether which takes up 
the saligenin. A considerable quantity of saliretin is always formed at the same time. 
— 2. When 50 pts. of finely pulverised salicin suspended in 500 pts. of 
water are shaken up with 3 pts. of Robiquet’s emulsin, and heated in 
lukewarm water to a temperature not exceeding 40°, the salicin dissolves, 
being decomposed in the course of 24 hours into glucose and saligenin. 
When no more than the prescribed quantity of water is employed, part 
of the saligenin crystallises out; and if the liquid be then twice shaken 
up with an equal bulk of ether, and the ethereal liquid evaporated over 
the water-bath, the residue solidifies in a white mass composed of pearly 
lamine, which may be pressed between paper and repeatedly crystallised 
from boiling water: If almond-milk is used instead of emulsiu, the ether like- 
wise extracts an oil, and the product obtained by evaporation is impure and more or 
less coloured. The emulsin is likewise coagulated by the ether. 


Properties. White rhombic tables having a pearly lustre, or small 
colourless rhombohedrons. By spontaneous evaporation of the aqueous 
solution, there is formed a white opaque mass composed of microscopic, 
shining, iridescent laminz. Saligenin is unctuous to the touch. In 
vacuo over oil of vitriol, it does not give off water, but partly volatilises, 
in consequence of which the oil of vitriol becomes covered with a crimson 
crust. —— Melts when heated, forming a colourless, transparent lquid, 
which solidifies in a crystalline crust at 82°. When heated for some 
time to 100°, it yields a sublimate of delicate, white, shining, iridescent 
lamin, — The aqueous solution imparts a bright indigo colour to ferric 
salts. 


Piria 
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The alcohol of the salene-scrics. 
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Decompositions. 1. Saligenin heated above 100°, gives off aqueous 
vapour and salicylous acid. Between 140° and 150°, it becomes very 
viscid, and solidifies on cooling, in a mass which is less crystalline 
the more strongly it has been heated, and at length there is formed an 
amber-coloured, translucent resin having the properties of saliretin. — 
2. Exposed to the air in contact with platinum black, it is quickly con- 
verted into salicylous acid; at higher temperatures, the same conversion 
is produced by mere contact with the air, or by chromic acid, oxide of 
silver, &c., without the formation of any other organic substance or of 
carbonic acid; 


C#H*0* + 20 = C¥#H’O* + 200; 


Mercuric oxide does not act upon saligenin. — When saligenin is heated 
with sulphuric acid and peroxide of manganese, carbonic acid and 
formic acid are produced, withont a trace of salicylous acid. — 3. Chlo- 
rine gas acts violently on dry saligenin, giving off hydrochloric acid and 
forming a yellow resin, which gradually turns red, and ultimately 
solidifies in a mass composed of small crystals, which melt and turn 
red when exposed to the further action of chlorine. Sromine acts in a 
similar manner. — The chief prodnet formed by the action of chlorine 
gas on a concentrated aqueous solution of saligenin, is terchlorocarbolic 
acid (xi, 182).—4. With dodine and phosphorus, saligenin forms a 
brown liquid which appears to contain C“H*O*,IH, but is very unstable 
(Limpricht, private communication). — 5. Saligenin heated with dilute acids, 
is resolved into saliretin and water: C“H80! = C4H602 + 2HO.—JIn the 
decomposition by hydrochloric acid, the liquid filtered from the saliretin yields by 
evaporation only 0°6 per cent. of a hard, very bitter, deliquescent extract, probably 
resulting from the action of the hydrochloric acid on the saliretin previously formed. — 
6. Hot concentrated nitric acid decomposes saligenin, giving off nitrous 
vapours and carbonic acid and forming picric acid. Dilute nitric acid 
at ordinary temperatures colours saligenin dark red, and at the same 
time, small resinous drops rise to the surface of the liquid, and are 
increased by mixing it with water, the odour of salicylous acid also 
becoming perceptible. The liquid neutralised with carbonate of lime 
imparts a violet colour to ferric salts, and yields by distillation a milky 
water, which smells of salicylous acid, but likewise deposits small 
yellow needles. —7. Ovi of vitriol dissolves saligenin with deep red 
colour. — 8. Saligenin is not decomposed by potash-ley. When fused 
with hydrate of potash, it gives off hydrogen, and the residue contains 
salicylate of potash.—9. The solution in aqueous ammonia acquires, in 
the course of a few hours, a green colour which is changed to rose-red 
by acids, and restored by alkalis; it disappears on boiling, and reappears 
as the solution cools. 

9. Saligenin is attacked by chloride of benzoyl, with formation of 
hydrochloric acid vapours, a compound CH"0*,C“H*O%, analogous to 
the compound ethers, appearing to form (Limpricht, private communication). 

Saligenin dissolves in 15 pts. of water at 22°, and in nearly all pro- 
portions of boiling water. 

It dissolves in ammonia. It appears to combine with potash, 
inasmuch as no more saligenin can be extracted from the aqueous solu- 
tion, after the addition of a drop of potash-ley. Aqueous saligenin does 
not precipitate the solutions of baryta-salts, lime-salts, neutral acetate of 
lead, copper-salts, corrosive sublimate, nitrate of silver or tartar-emetic; 
in basic acetate of lead, it forms a scanty precipitate of yariable compo- 
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sition. Ferric salts impart to the aqueous solution of saligenin a bright 
indigo-colour, which is rapidly destroyed by heating or by the action of 
chlorine or of acids. The alcoholic and ethereal solutions do not exhibit 
this colouring. 

Saligenin dissolves readily in alcohol and in ether. 


Salicylous Acid. 
C¥H*0! = C“MH*02,0% 


PAGENSTECHER. (1834.) epert. 49, 3387; 51, 364; dnn. Chim. Phys. 
69, 331; Pharm. Centr. 1885, 187. 

Léwie. Pogg. 36, 383; Pharm. Centr. 1836, 58. 

Prria. Compt. rend. 6, 620; 7, 9385; Ann. Pharm. 29, 300; J. 7. Chem. 
14, 285; 16, 412.—Further: Ann. Pharm. 30, 1538; Ann. Chim. 
Phys, 69,281; J.or. Chem: 17, 241; Pharm. Centr. 1839, 270. 

Dumas. Compt. rend. 7, 940; Ann. Chim. Phys. 69, 326; Ann. Pharm. 
29, 306; J. pr. Chem. 16, 418; Pharm. Centr. 1839, 375. 

Lowie & WetpMann. Pogy. 46, 57; Pharm. Centr. 1839, 129. 

Ertning. Ann. Pharm. 29, 309; 85, 241; 58, 77; Pharm. Centr. 
1839, 376; 1840, 837; 1845, 324. 

Wouter. Ann. Pharm. 39, 121. 

MarcuHann. J. pr. Chem. 26, 894; Pharm. Centr. 1842, 885. 

BERTAGNINI, Ann. Pharm. 85, 193. 

Piria. Ann. Pharm. 81, 245; Pharm. Centr. 1852, 151. 


Salicylige Sdure, Ulmarscdure, WSpiraaél, Spirda-saure, Spiroylige Sdure, 
Salicylwasserstof, Acidum spirosum, Hydrure de Salicyle. 


Sources. In the flowers of Spircea ulmaria (Pagenstecher);— 
according to Pagenstecher, however, it cannot be extracted by alcohol 
and appears to be formed by the action of water (Dumas; compare also 
Buchner, WV. Repert. 2, 1);-—also in the haulm, especially of the double 
variety, and the rootstock of Spirca ulmaria; in the haulm of Spircwa 
digitata, lobata and filipendula; but not in the shrubby spireas (Wicke, 
Ann. Pharm. 91, 374); in the warty secretion of the larvae of Chrysomela 
popult (Liebig, Schweizer, V. Repert. 2,1; 3, 212). 


Formation. 1. By the dry distillation of kinic acid. (Wohler.) — 
2. By the oxidation of saligenin, either in the free state, or as contained in 
salicin or populin; therefore by the action of chromate of potash and 
sulphuric acid (Piria), or of aqueous osmic acid (Buttlerow, J. pr. Chem. 
56, 278), on saligenin, salicin or populin, or by the action of bromine or 
iodine on salicin in water containing potash. (Lefert.) — 3. By the fer- 
mentation of salicin. (Ranke, J. pr. Chem. 56, 1.) — 4. In the decompo- 
sition of helicin by fermentation, by acids, or by heating with alkalies. 


Preparation. «a. From the flowers of Spirwa ulmaria. —1. The dry 
flowers are distilled with a sufficient quantity of water, till a quantity 
of liquid has passed over equal to the weight of the flowers, and 
the transparent, colourless, strong-smelling distillate is redistilled till 4 
has passed over. The second yellowish distillate, at the bottom of which 
are numerous oil-drops, is neutralised with lime-water and two-thirds 
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distilled off, and the residue is mixed with sulphuric acid and distilled; the 
liquid which then passes over, exhibits the same characters as the second 
distillate, excepting that its odour is purer and milder. (Pagenstecher.) 
The oil obtained by Pagenstecher is a mixture of two or three bodies, 
which solidifies completely at — 22° or — 23°. Between—18° and— 20°. 
it deposits, after some weeks, large transparent crystals of salicylous acid, 
which melt at ordinary temperatures; it likewise contains a camphor 
which crystallises in pearly scales and remains solid at ordinary tempera- 
tures, and an indifferent oil which passes over when the mixture is 
distilled with potash-ley of sp. gr. 1:28. (Httling.)— 2. The water 
distilled off, with cohobation, from the flowers of Spirea ulmaria is 
repeatedly shaken up with ether; the decanted ether agitated with 
potash; and the potash-solution supersaturated with phosphoric acid and 
distilled. At first salicylous acid passes over, and afterwards salicylic 
acid sublimes in long needles, (Léwig & Weidmann.)—3. The dried 
flowers are distilled with water till the distillate is no longer coloured 
yellow by potash: the distilled hquid is then neutralised with potash 
(or with carbonate of potash, as directed by Berzelius in his Lehrbuch) 
and evaporated nearly to dryness in a distillatory apparatus, to keep out 
the air. The residue is slightly supersaturated with phosphoric acid and 
distilled, and the salicylous acid which passes over, partly as aqueous 
solution, partly in oil-drops, is purified as in the second method, dried 
over chloride of calcium, and distilled. (Léwig, Lehrb. 2, 747.) — 
b.. From Salicin.—1. Salicin is dissolved in 6 pts. of hot water con- 
tained in a tubulated retort, and an aqueous solution of 4 pts. of chromate 
of potash mixed with 3 pts. of oil of vitriol, is added in small portions 
through the tubulure. At each addition, a brisk action takes place, the 
mixture becomes green, and water passes over containing suspended 
globules of salicylous acid. (Piria.) An intimate mixture of 2 pts. 
salicin and 2 pts. chromate of potash, is shaken up in a retort with 
16 pts. of water, and a mixture of 3 pts. of oil of vitriol and 8 pts. water 
then added. A slight evolution of gas takes place, lasting for half or 
three quarters of an hour, the liquid at the same time becoming heated 
to between 60° and 70°, and assuming an emerald-green colour; it must 
then be gently heated, as long as drops of oil pass over. — 250 grms. of 
salicin yield about 60 grms. of salicylous acid. Towards the middle 
of the distillation, there is formed a brownish resin which floats on the 
water and amounts to about a fourth part of the salicin. With the pro- 
portions of material recommended by Piria, this resin is not produced; but 
on the other hand; the quantity of salicylous acid obtained is much less; 
if sulphuric acid is added to Piria’s mixture after the distillation, an addi- 
tional quantity of salicylous acid is obtained, amounting to not quite half 
the largest product. — ‘The formation of the resin appears to be connected 
with a decomposition of the salicylous acid; if this acid be boiled with 
a mixture of sulphuric acid and chromate of potash in an apparatus 
which allows the condensed vapours to flow back again, a similar resin 
may be extracted from it byether. (Kttling.) Marchand takes 8 pts. of 
salicin, 3 pts. of chromate of potash, 86 pts. of water and 42 pts. of oil 
of vitriol, and after 20 pts. of liquid haye passed over, adds 20 pts. 
more of water.-— 2. A decoction concentrated as much as possible of 
willow-bark rich in salicin, is strained through linen and eyaporated to a 
thin extract, which is then mixed with an adequate quantity of chromate 
of potash and sulphuric acid (2 pts. chromate of potash to 3 pts. oil of 
vitriol) and distilled as long as any oil passes over with the water. The 
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salicylous acid thus obtained is purified by combining it with an alkali, 
concentrating the solution by evaporation, and distilling with dilute 
sulphuric acid. (Wohler.) 


Properties. Colourless oil, which solidifies at — 20°, forming large 
transparent crystals. (Httling.) Boils between 160° and 170° (Lowig 
& Weidmann), from 182° to 185° Bee at 196°5, with the barometer 
at O-'76 met. (Pivia.) Sp. gr. 1:178 at 13°5°. Vapour—density= 
4°27, (Piria.) — Has a pleasant aromatic odour somewhat like that of 
bitter almonds (Piria); possesses in the highest degree the odour of the 
flowers of Spirea ulmaria. (Loéwig.) Its taste is burning and aromatic. 
— The aqueous solution first reddens litmus-paper and then decolorises 
it completely; litmus-paper is bleached by the vapour. (Léwig.) It 
does not redden litmus. (Pagenstecher, Ettling, Piria.) — The aqueous 
solution colours ferric salts violet. 
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The acid aldide of the salene-series. It is regarded by Gerhardt as the hydride of 
Salicyl, C4H5O!",H, the external atom of hydrogen being replaceable by metals. 
y) 2 y S re) L 


Decompositions. 1. The acid turns red when exposed to the air, but 
does not undergo any further change. (Piria.) It may be rendered 
colourless again by one distillation. (Gerhardt, Zratlé 3, 294.) — It does 
not alter in oxygen-gas either moist or dry. (Lowig.)— 2. When 
vapour of salicylous acid is passed through a red-hot tube filled with 
platinum black, a dark viscid mass passes over, the greater part of which 

issolves in potash, leaving a solid substance, which volatilises with the 
Watery vapours, in the form of an oil which solidifies in necdles, and has 
BY peculiar agreeable odour like that of benzol. The same body is 
obtained in smaller quantity, when salicylous acid is distilled in the oil- 
bath with an equa al weight of lime or baryta. (Anderson, V. Hd. Phil. J. 
41, 298.) —3. The acid burns with a bright sooty flame. (Léwig.) — 
4. With dry chlorine, it becomes heated and gives off chlorosalicylous and 
hydrochloric acids, (Liwig, Piria, Ettling.) Chlorine gas passed into 
the second distillate obtained from the flowers of Spirewa ulmaria (9. 285), 
first renders it turbid, and afterwards causes it to deposit delicate white 
lamine, which are coloured yellow by a greater quantity of chlorine. 
On decanting the reddish water from the precipitate, the latter is seen 
to consist of a red, viscid, strong-smelling substance and white crystals. 
(Pagenstecher, Liwig & Weidmann, Ettling: vid. chlorosalicylous acid.) — 
Chlorine-gas passed through oil of spirsea, colours it violet at first; but 
the colour soon disappears and erystals of chlorosalicylous acid are 
formed. (Dumas.) — When chlorine gas is passed through salicylous 
acid shaken up with warm water, the acid first becomes solid, then liquid 
again and yellowish red; when set aside overnight, it solidifies into a 
light scarlet, crystallo- granule wv mass, which when pressed with paper, 
gives up to the paper a scarlet oil, while a crystalline mass of lighter 
colour remains behind (v. eX/or osalieylous acid). The water from which the 
crystals have been deposited contains a large quantity of hydrochloric 
acid, and after a while deposits yellowish crystalline lamin [of chlo- 


ranil? L.]. (Httling.) 
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— 5. The oily acid treated with vapour of bromine or with bromine- 
water, yields bromosalicylous acid, or by longer action, bibromosalicylous 
acid (Léwig & Weidmann, Heerlein); in sunshine, with the aid of heat 
and renewal of the bromine as it evaporates, a compound is formed, which 
is insoluble in potash, sparingly soluble in alcohol and ether, and does not 
unite with salifiable bases. (Lowig & Weidmann.) In this compound, Léwig 
& Weidmann found 19°1 p. c. carbon and 67°12 bromine, whence they supposed that it 
contains 3 At. bromine [the formula C!Br?H#O! requires 23°4 carbon and 68°4 bromine. 
L.] The distillate from the flowers of Spirewa ulmaria becomes milky 
when mixed with bromine, loses nearly all its odour, and deposits white 
flakes which dissolve readily in alcohol and ether, and erystallise therefrom 
in yellowish needles having a rather strong odour of bromine. Jodine 
gradually colours it yellowish red and deposits a reddish oil without 
alteration of the odour. (Pagenstecher.) Salicylous acid dissolves iodine 
without decomposition. (Lowig, Piria.) 

5. Salicylous acid moderately heated with nitric acid of ordinary 
strength and not in excess, forms nitrospiroylous acid. (Pagenstecher, 
Lowing & Weidmann.) — When it is treated with a cold mixture of 
nitric acid and oil of vitriol, a mixture of several nitro-compounds is 
produced. (Limpricht.) Fuming nitric acid acts very violently on 
salicylous acid, nitrous fumes being evolved, and a yellow viscid mass 
produced, which may be distilled and smells very much like fresh butter, 
tastes very bitter, and imparts a yellow colour to the skin, nails and 
saliva; when distilled with water, it passes over partly in solution, partly 
as a powder. The residue of the distillation yields by evaporation, 
transparent colourless prisms of an acid which detonates when heated. 
(Léwig.) — Salicylous acid heated for some time with nitric acid, yields 
picric acid and carbonic acid. (Piria.) When it is gently heated with 
moderately dilute nitric acid, red fumes are given off and salicylic acid 
is produced. (Lowig.) —6. Boiled with hydrochloric acid and chlorate 
of potash, it yields chloranil and carbonic acid. (Hofmann): 


C4HSO* + 10Cl + 40 = CPCHO! + 6CIH + 2CO?. 


6. When salicylous acid is continuously boiled with bichromate of 
potash, sulphuric acid, and water, in such a manner that the escaping 
vapours may be condensed and flow back again, there remains, after the 
distillation of the unaltered salicylous acid, a green residue, from which 
ether extracts a brown resin and salicylic acid. (Ettling.) — 8. Salicy- 
lous acid in contact with ov/ of vitriol, turns yellow aud becomes covered 
with a crust (Kttling); it first turns brown and then black (Pagen- 
stecher, Lowig). When yapours of anhydrous sulphuric acid are passed 
over dry salicylous acid, a neutral insoluble body is formed, which 
erystallises in large prisms, has the same composition as salicylous acid, 
and bears to that acid the same relation that benzoin bears to bitter 
almond oil. (Piria.) 

9. When salicylous acid is heated with cupric oxide or with cupric 
oxide and potash, salycilic acid and cuprous oxide are produced. 
(Ettling.) — 10. Oxide of silver is reduced by salicylous acid [and salicylic 
acid formed? L.] On mixing concentrated solutions of salicylite of potash 
and nitrate of silver, a yellow precipitate is formed, which soon turns 
grey and afterwards black; if the solution is very dilute, no precipitate 
is formed, but after 24 hours or immediately on heating, the sides of the 
vessel become silvered. (Ettling, Lowig & Weidmann.)—11. With gaseous 
or aqueous ammonia, salicylous acid forms salhydramide, C#N?H*0°. 
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(Ettling.)—Also with hydrosulphate of ammonia. (Laurent.)—12. Heated 
with excess of hydrate of potash, it first turns red-brown (rufin [v. salicin] 
being perhaps formed, according to Mulder), then becomes colourless 
and gives off a large quantity of hydrogen gas: the mass then contains 
salicylite of potash. (Piria.) —13. Salicylite of potash exposed to the 
air in the moist state, becomes covered in a few minutes with green 
and afterwards with black specks, and gradually becomes black through- 
out; after three or four days, it is completely converted, with absorption 
of oxygen, into acetate and melanate of potash (xi, 163). (Piria.) 


Combinations. Salicylous acid dissolves abundantly in water; the 
solution has the odour and taste of the acid, and imparts a violet-red 
colour to ferric salts, even when very dilute. 

Salicylous acid dissolves readily in aqueous alkalis, with rise of 
temperature; in alkaline carbonates, with evolution of carbonic acid; if the 
solution is strong, the salt separates out. 

The Salicylites or Salicylides generally contain only 1 At. of base, 
their formule being C4H®MO*. The salicylites of the alkalis dissolve in 
water with tolerable facility; most of the others are insoluble. They are 
yellow and contain water of crystallisation. The solutions impart a 
violet-red colour to ferric salts. In the moist state they are quickly 
decomposed, emitting the odour of roses, and turning brown and ulti- 
mately black. 


Salicylite of Ammonia.— The acid in the free state readily absorbs 
ammoniacal gas; the resulting compound contains 8°832 p. c. ammonia 
and 91°168 acid, numbers which correspond with 3 At. acid to 2 At. 
ammonia. (Uttling.) 

a. Normal. —The oily acid covered with concentrated ammonia, is 
converted, with rise of temperature and considerable increase of bulk, 
into a light yellow, thick, pasty mass, which must be washed with cold 
alcohol. The salt crystallises from solution in hot alcohol, in delicate, 
light yellow, transparent needles united in tufts. It does not alter at 
100°, melts like wax at 115°, and at a somewhat higher temperature, 
volatilises without decomposition in the form of a yellow smoke. (Pagen- 
stecher, Léwig, Piria, Ettling.) 
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With aqueous potash, it emits the odour of ammonia, but only after 
some time or on the application of heat. (Pagenstecher, Léwig, Ettling.) 
[On this account, it is regarded by Gerhardt ( Traiéé, 3, 2¢3) as salhydramide; neverthe- 
less, according to Pagenstecher, Léwig & Ettling, acids immediately precipitate salicylous 
acid from it, and, according to Léwig aad also Léwig & Weidmann, it decomposes with 
the metallic salts of the stronger acids into the ammonia-salt of the stronger acid and a 
salicyate of the metallic oxide. (L.)] — The alcoholic solution evaporated with 
excess of ammonia, yields golden-yellow needles of salhydramide. The 
yellowish white needles of salicylite of ammonia, which at first separate 
from an alcoholic solution of salicylous acid mixed with ammonia, dis- 
solye spontaneously in five or ten minutes without rise of temperature, 
and in five or ten minutes more the liquid again becomes turbid and 
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deposits deep yellow crystals of salhydramide. (ttling.)— The salt 
decomposes when exposed to the air or in vacuo, giving off ammonia and 
leaving salicylous acid. (Piria.)— In the moist state, it soon becomes 
black and semi-fluid, even in close vessels; giving off ammonia and 
exhaling the penetrating odour of oil of roses. (Léwig.) 

It is insoluble in water, sparingly soluble in cold alcohol, abundantly 
in boiling alcohol. 

b. Acid. — Obtained by dissolving @ in warm water and adding 
salicylous acid; crystallises on cooling in slender yellow, transparent, 
aggregated needles. It dissolves in alcohol more readily than in water, 
remains unaltered at 100°, melts at 115°, and sublimes without alteration 
at a higher temperature. (Berzelius, Lerhd., 4, 350.) 


Salicylous Acid with Bisulphite of Ammonia. — An aqueous solution 
of bisulphite of ammonia, of 29° B. mixes readily and with rise of 
temperature, with an equal volume of salicylous acid, forming a yellow 
oily liquid which after a few hours, solidifies in a crystalline mass. The 
solution in a small quantity of warm water deposits, on cooling, faintly 
yellowish needles, which, when exposed to the air for a few days, solidify 
into a tough very bitter mass. (Bertagnini.) 


Salicylite of Potash.—a. Normal. — Potassium dissolves in the 
aqueous acid, with evolution of hydrogen. (Lowig.) — 2. When eali- 
cylous acid is mixed with potash-ley of about 45° Bm. the whole solici- 
fies in a yellow crystalline mass, which separates from the excess cf 
potash-ley; it must be quickly pressed between bibulovs paper, and 
dissolved in a small quantity of het absolute alcohol, whence the salt 
crystallises on cooling. (Piria.) — 3. The acid is dissolved in three times 
its bulk of 50 per cent. alcohol, and caustic potash-solution added till the 
mass becomes solid; 1 yol. more of the same alcohol is then added, and the 
whole gently warmed till the solid mass is dissolved. The crystals which 
separate on cooling are washed with a small quantity of cold strong 
alcohol, whereby they are rendered lighter, then pressed between bibulous 
paper and immediately dried in vacuo over oil of vitriol. (Ettling.) — 
Small straw-coloured prisms. (Léwig.) Golden-yellow, square tables, 
‘with a pearly lustre and unctuous to the touch. (Piria, Ettling.) Alka- 
line reaction. The salt contains water of crystallisation which cannot be 
completely expelled. (Piria.) Assumes a dark straw-yellow colour at 
100° and gives off 10°72 p.c. water (2 At.; cale. 10°17); and no more 
at 120°. 
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Decomposes quickly in the moist state, yielding melanic and acetic 
acids. — When heated, it decomposes with appearance of fire, but with- 
out separation of charcoal. (Léwig )— Sparingly soluble in water. 

b. Acid. — The free acid is added to the solution of @ in hot alcohol, 
till a sample of the liquid on cooling no longer yields tables, but specular 
crystals; it is then left to cool slowly, and the resulting crystals are 
washed till the yellow colour disappears. —- White needles united in 
tufts. (Kttling.) 
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Somewhat less alterable than @ in moist air; decomposes with water 
into the neutral salt which dissolves, and free salicylous acid. (Httling ) 


Salicylous acid with Bisulphite of Potash. —1. Salicylous acid shaken 
up with an aqueous solution of bisulphite of potash of 28° Bm. dissolves 
without colour, and the saturated solution solidifies in a few seconds, 
forming a white inodorous crystalline mass, which may be recrystallised 
from alcohol. —2. Dry sulphurous acid gas is passed into a cold-saturated 
alcoholic solution of salicylite of potash at a temperature between 40° 
and 50°, till the yellow colour disappears. — If the liquid be then left at 
rest, it soon becomes filled with slender needles arranged in spherical 
groups. — White, with a pearly lustre, and a faint odour of salicylous 
acid. Dissolves abundantly in cold water, easily in warm alcohol, less 
easily in cold alcohol. 
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When heated, it gives off sulphurous and salicylous acid, leaving a 
residue of sulphite of potash which afterwards changes to sulphate. The 
aqueous solution when heated, soon becomes turbid and deposits salicylous 
acid; heated with acids, or mixed even in the cold with alkalis or alkaline 
carbonates, it turns yellow and yields a salicylite. The solution takes 
up iodine at first without colouration; when it begins to show colour, the 
whole of the sulphurous acid is converted into sulphuric acid, and the 
salicylous acid is set free. With bromine, the solution forms sulphuric 
and bromosalicylous acids. (Bertagnini.) 


Salieylite of Soda. — Acid. — Prepared like the potash-salt. Crystal- 
lises more readily than the latter in delicate white needles permanent in 
the air. — Gives off at 100° only 0°607 per cent., at 135° in vacuo, 4'036 
per cent. altogether; and at 140°, at which temperature drops of oil are 
deposited, 4°35 per cent. 
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It does not turn yellow at 135°, but at a higher temperature, it yields 
a sublimate of oily drops. (Kttling.) 


Salicylous acid with Bisulphite of Soda. — C“%H*°0t+Na0,2SO0*%, — 
An aqueous solution of bisulphite of soda of 27° Bm. dissolves a small 
quantity of salicylous acid; with larger quantities a white crystalline 
pulp is formed after a little agitation, and if this mass be redissolved by 
heat in the mother-liquor, beautiful shining crystals are obtained which 
have a sulphurous and pungent taste, dissolve readily in pure water, and 
likewise dissolve with partial decomposition in boiling alcohol. (Ber- 
tagnini.) 


Salicylite of Baryta. —Salicylous acid shaken up with baryta-water 
forms a yellow precipitate (Lowig & Weidmann); the salt crystal- 
lises on cooling from baryta-water saturated while hot with salicylous 
acid (Piria), and separates as a yellow powder on mixing salicylite of 
potash or ammonia with a concentrated solution of chloride of barium. 
(Léwig, Piria.) — Yellow needles which at 160°.in a current of dry air, 
give off 8°8 p.c. water (2 At.; calc. 8°67). (Piria.) 


At 100° sh oe Crystallised. Piria. 
Veidmann. 
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Very sparingly soluble in water: 


Salicylite of Magnesia is obtained by treating the aqueous acid with 
hydrate of magnesia, or by precipitating a concentrated solution of 
chloride of magnesium with salicylite of ammonia, in the form of a light 
yellow powder, nearly insoluble in water. (Léwig.) 


Salicylite of Zinc. — The aqueous acid dissolves zine with evolution 
of hydrogen. (Pagenstecher.) When the aqueous acid is shaken up with 
oxide of zine, a yellow solution is obtained which when left to evaporate 
in vacuo, deposits a yellow powder; the same precipitate is also formed 
on mixing acetate of zinc with salicylite of ammonia. (Pagenstecher, 
Kttling. ) 


Salicylite of Lead. — Separates on mixing the aqueous or alcoholic 
solution of the acid with solution of neutral acetate of lead, with addition 
of ammonia, but only after a considerable quantity has formed; on heat- 
ing the liquid, the precipitate redissolyes and separates again on cooling 
in heavy granulcs of a deep yellow colour. The precipitate which forms 
in the cold is focculent at first, but gradually also becomes somewhat 
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granular. (Ettling.) Formed on mixing solution of neutral acetate of 
lead with acid |? L.] salicylite of ammonia, as a light yellow preci- 
pitate insoluble in water. (Léwig & Weidmann.) After drying in the 
air, it does not contain any water. 
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a was precipitated hot from basic acetate of lead; 5 cold; e¢ from the neutral 
acetate by ammonia. 
When the salicylous acid is in excess, deep yellow transparent crystals form in the 
precipitate (Ettling.) When the aqueous acid is shaken up with hydrated oxide of 
lead, and the mixture left to stand for some time, small, light yellow, shining laminee 
form in them (Léwig). R 


Ferrous Salicylite. — Aqueous protochloride of iron forms a dark 
violet precipitate with salicylous acid on addition of ammonia. (Pagen- 
stecher, Ettling.) 


Ferrie Salicylite. — Aqueous sesquichloride of iron mixed with 
salicylous acid acquires a fine dark cherry-red colour. (Pagenstecher, 
Kttling,), violet-red (Piria), without forming a precipitate. ‘The colour 
does not alter when the air is excluded, but on exposure to the air it 
gradually disappears as the acid evaporates (Pagenstecher, Ettling) ; 
addition of acids or exposure to the air ehanees the colour to dirty 
yellow. (Piria.) Water which contains only =-15, of ferric oxide and 
does not yield a perceptible blue colour with ferrocyanide of potassium, 
acquires a distinct violet colour on the addition of salicylous or salicylic 


acid. (A. Dolfuss.) 


_ Hydrochlorate of cuprous oxide forms a light brown precipitate with 
the aqueous acid on addition of ammonia. (Pagenstecher, Lowig.) 

Cupric Salicylite. —1. Recently precipitated cupric oxide shaken up 
with an excess of the aqueous acid, acquires a grass-green colour, and 
after washing with a small quantity of alcohol, forms a light green 
powder. (Pagenstecher, Léwig, Piria.) —2. W hen a solution of 1 vol. 
salicylous acid in 50 or 60 vol. alcohol, is mixed with an aqueous solution 
of cupric acetate, the liquid acquires an emerald-green colour, and forms 
after a few minutes a large number of shining crystals, which increase 
when the free acetic acid is neutralised with potash. (If the liquid were 
neutralised with ammonia, the slightest excess would give rise to the formation of nitride 
of salicyl and copper.) The crystals are washed with alcohol. (Kttling.).— 
38. Whena solution of cupric sulphate is mixed with salicylite of ammonia, 
a bulky, somewhat crystalline precipitate is formed, containing a small 
quantity of sulphuric acid. (Pagenstecher, Lowig.) — Large green 
shining crystals, from 0°5 mm. to 1 mm. in length, and exhibiting a blue- 
green colour when dry. (Ettling.) Light green powder, having the 
taste of copper, with a scarcely per ceptible aromatic character. 

R 2 
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When heated to 125°, it loses 8:022 per cent, the odour of the acid at 
the same time becoming perceptible. Becomes blackish green at 180°, 
then dark-brown, and acquires a dark kermes colour at 220°. At the 
same time that the brown colour appears, gas begins to go off, consisting 
of carbonic acid and carbonic oxide, and a mixture distils over, consisting 
of salicylous acid, and benzoate of salicylous acid, which may be separated 
by potash. The salicylous acid must be reproduced, inasmuch as the salt does not 
contain water; the solution contains also another body which causes it to assume a 
splendid scarlet colour when mixed with oil of vitriol, but cannot be separated by frac- 
tional distillation. The residue contains cuprous salicylate. At a higher 
temperature, a black-brown oil passes over, having an empyreumatic 
odour. (Ettling.) — Chlorine passed over the salt forms chloride of copper 
and chlorosalicylous acid. (Léwig.)— When the salt is heated with 
hydrate of potash, the whole of the salicylous acid is converted into 
salicylic acid. (Ettling.) 

Insoluble in water and alcohol. 


Mercurie Salicylite. — The ammonia-salt forms with a very strong 
solution of mercuric chloride, a bulky precipitate of a light straw-yellow 
colour. (Lowig.) 


Salicylite of Silver.—Oxide of silver dissolves slightly in aqueous 
salicylous acid; and the yellow, bitter, metallic-tasting solution yields by 
evaporation in vacuo, a brown residue which detonates in the flame of a 
candle. The same phenomenon is exhibited by the undissolved portion 
of oxide, which also acquires a black-brown colour. (Pagenstecher & 
Léwig.) — Nitrate of silver forms with acid salicylite of potash, a light 
yellow precipitate, which becomes grey when pressed, and decomposes 
completely after a while; if the precipitate is heated with water, the 
decomposition takes place immediately and the vessel becomes covered 
with a speculum of silver. (LOwig & Weidmann.) 

Salicylous acid mixes in all proportions with alcohol and ether. 


Benzoate of Salicylous Acid. 
C78H°O® — CEEBO} CEG. 


Erruina. (1845.) Ann. Pharm. 53, 77. 
Canours, Compt. rend. 32, 62; Ann. Pharm. 78, 228. 


Parasalicyl, Benzoesaure salicylige Sdure, Salicylure de benzoile. 


Formation. 1. By the dry distillation of cupric salicylite.—2. By 
the action of chloride of benzoyl on salicylous acid : 


C¥CIH5O? + Ci#i6O4 =. C8H0O§ + HCI. 
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Preparation. 1. Air-dried salicylite of copper is subjected to distil- 
lation till the residue exhibits a uniform kermes-brown colour, and yields 
no more distillate at the same temperature; the oily distillate, in which 
crystals have already separated, is treated with potash-ley, which leaves 
undissolved the crystallised benzoate of salicylous acid, and likewise the 
portion which was dissolved in the oil; and the compound is crystallised 
from warm alcohol or ether. (Ettling.) —2. Salicylous acid is treated 
with chloride of benzoyl. (Cahours.) 


Properties. Colourless four-sided prisms belonging to the doubly 
oblique prismatic system, and obliquely bevelled. (Ettling, Cahours.) 
The largest crystals are obtained from the crude distillate. When 
obtained from the mother-liquor, they lose their lustre, and become coated 
with a white crust. (Httling.) Melts at 127°, forming a pale yellow 
liquid, which solidifies in a radiated mass at about 98°. At 180°, it 
sublimes in long needles, undecomposed and without previous ebullition. 
(Kttling, Cahours.) 


Ettling. 
OS: Crete 168 Aes IN Maths 412 
TOPE ear LO” ast BOI ae 4°52 
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Polymeric with benzoic anhydride and oreoselone. 


Decompositions. ‘The compound dissolves in hot strong nitric acid, 
nitrous vapours being given off and picric acid formed. (Httling.)— 
2. It is not decomposed by boiling with potash, either in aqueous or 
alcoholic solution, or even by fusion with hydrate of potash, under 
which circumstances indeed it volatilises. (Httling). [ ? L.]—3. It is 
not altered by cold oil of vitriol, but dissolves with yellowish red colour 
on the application of a gentle heat. If the liquid be strongly jheated, 
it assumes a dingy red colour and gives off sulphurous acid; it may be 
mixed with water without turbidity, and yields a soluble salt with 
carbonate of baryta. (Httling.)—— 4. With chlorine or bromine in sun- 
shine, it yields crystallised products. (Kttling.) 

It is insoluble in water, but dissolves readily in alcohol and ether. 


7. Acetate of Salicylous Acid. 
CH 808 = CAHZ02 GEEtO*: 
CaHours. Compt. rend. 44,1252; Ann. Pharm, 104, 109. 


Acetosalicyl, Salicylure d’acetyle. 


Obtained by the action of chloride of acetyl (C*H*0°Cl) on salicylous 
acid. On gently heating the mixture of the two substances, an energetic 
action takes place, hydrochloric acid is evolved, and acetate of salicylous 
acid is obtained in the form of a beautifully crystalline and perfectly 
neutral body. 

Crystallises from the alcoholic solution in fine needles, 
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Cahours. 
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Metameric with benzoic acetate or acetic benzoate (p. 96). 


The compound is remarkably stable, scarcely undergoing any altera- 
tion when distilled over anhydrous baryta at a dull red heat. A portion 
thus treated yielded after distillation 66°05 p.c. carbon and 4°82 hydrogen. Neither 
is it altered by heating with solid hydrate of potash or with an alcoholic 
solution of potash. — Chlorine, bromine, and fuming nitric acid act upon 
it powerfully, forming crystalline products of substitution. » 

Insoluble in water, also in dilute aqneous ammonia or potash. Dis- 
solves sparingly in cold, but more abundantly in hot alcohol. {. 


Salicylic Acid. 
C™H*0% = C“H!02,0+. 


Prria. Ann. Pharm. 80,165; Ann. Chim. Phys. 69, 298; J. pr. Chem. 
17, 241; Pharm. Centr. 1839, 373.—Further: Ann. Pharm. 98, 262; 
Pharm. Centr. 1889, 378. 

Léwie & Wetpmann. J. pr. Ohem. 19, 236; further: Pogg. 46, 88. 

Marcuanp. J. pr. Chem. 26, 895; Pharm. Centr. 1842, 885. 

Proctmr. WV, J. Pharm. 8, 275; J. pr Chem. 29, 467; Ann. Pharm. 
48, 66; Pharm. Centr. 1848, 699. 

Detatanpn. WV. Ann. Chim. Phys. 6, 846; Ann. Pharm. 45, 886; 
Pharm. Centr. 1843, 121. 

Geruarpt. WN. Ann. Chim. Phys. 7, 217; Rev. scient. 10, 207; Ann. 
Pharm. 45, 21; Pharm. Centr. 1843, 167. 

Canours. Compt. rend. 16, 858; 19, 423; V. Ann. Chim. Phys. 10, 827; 

.. 18, 90 and 113; Ann. Pharm. 52, 340; Pharm. Centr. 18438, 697. 

Erruine. Ann. Pharm. 58,77; Pharm. Centr. 1845, 824. 

SCHLIEPER,. Ann. Pharm. 59, 26. 


Salicylsiure, Spirsdure, Spiroylséure, Acide salicylique, spiroylique, hyper- 
spiroylique. 


Sources. In the flowers of Spirea ulmaria. (Léwig & Weidmann.) 
As methylsalicylic acid in Gaultheria procumbens. 


Formation. 1. From salicylous acid by oxidation with aqueous 
chromic acid (Httling, p. 338), or by heating with oxide of copper 
(Ettling, Piria.) — 2. By melting salicylous acid or salicin with hydrate 
of potash (Piria): 


C4H°O*? + KO,HO = C“HDKOS + 2H; 


3. By heating indigo with hydrate of potash to 300°, - The experiment does 
not always succeed; if the heat be not continued long enough, only anthranilie acid is 
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produced; if too long, a brown substance is formed. (Cahours.) 4. By heating 
benzoate of copper. (Kttling.) — 5. By the action of nitrous acid on 
anthranilic acid (Gerland): 


C4YNH/0# + NO# = CHHSO® + 2N + HO. 


6. Cumaric acid fused with hydrate of potash yields salicylite and acetate 
of potash. (Delalande): 


C#HSO® + 2KHO? = CMH5KO® + CH3KO4 + 2H. 


Preparation. —a. From the flowers of Spircea ulmaria. —1. The 
flowers are exhausted with ether; the ethereal solution distilled; the 
residue treated with water, which dissolves salicylic acid and tannin; 
and the aqueous solution is neutralised with carbonate of potash, evapo- 
rated and distilled with hydrochloric acid. The watery distillate slowly 
evaporated yields colourless needles. (Léwig & Weidmann.)— 2. The 
water distilled from the flowers, with frequent cohobation, is shaken up 
with ether; the decanted ethereal solution agitated with potash; and the 
alkaline solution distilled with sulphuric acid. At first salicylous acid 
passes over, but at last salicylic acid ‘sublimes in long needles. (Léwig 
and Weidmann, Pogg. 46, 83.) 

6. From oil of Gaultheria (Wintergreen). —1. The oil is heated with 
strong potash-ley till no more wood-spirit is given off from it, and the 
residue precipitated with hydrochloric acid. The precipitate is washed 
with cold water and crystallised from hot aleohol. (Cahours.) 

c. From Salicylous acid, or from Salicin. —1. Hydrate of potash is 
heated in a silver basin, and as soon as it is melted, salicin is added by 
small portions, with continually stirring,, whereupon the mass turns 
brown, swells up and gives off a large quantity of hydrogen. It is then 
heated as long as hydrogen is given off in presence of excess of potash. 
If the potash is not in excess, cnly a small quantity of salicylic acid is obtained, but in- 
stead of it, salicylous acid and a brown resinous substance which it is difficult to convert 
into salicylic acid, even by repeated fusion with hydrate of potash. If the process be 
rightly conducted, the mass becomes nearly colourless, exhibiting only a 
slight yellowish tint. According to Marchand, the mass first becomes deep yellow, 
then of a fine scarlet, then greenish yellow, and at last nearly white. Ifthe heat be too 
strong, the mass blackens and gives off carbolic acid. The mass is dissolved in 
water; the solution supersaturated with hydrochloric acid, the vessel 
being surrounded with cold water; and the resulting crystalline mass is 
separated from the mother-liquor (which. contains oxalic acid), and 
recrystallised from hot water. (Piria, Gerhardt, Marchand.) — 2. Cuprie 
salicylite is heated in a retort. till nothing more escapes at 220°, and the 
residue has assumed a uniform kermes-brown tint. ‘This residue, consist- 
ing of cuprous salicylite, is then introduced into a glass tube and sul- 
phuretted hydrogen passed over it, whereupon the mass becomes heated 
and blackened, and salicylic acid sublimes; and in order that the subli- 
mate may not cover up the undecomposed mass and so protect it from 
further decomposition, it must be driven forward by the application of, 
a gentle heat. Or the cuprous salicylite is dissolved in warm acetic acid,, 
or in hydrochloric. acid diluted with an equal quantity of water; the 
colourless liquid precipitated by sulphuretted hydrogen; and the liquid. 
filtered from the sulphide of copper is evaporated to the’ crystallising 
point. Or, the solution of the copper-salt in acetic acid is supersaturated 
with ammonia, and precipitated with neutral acetate of lead; the preci-. 
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pitate suspended in hot water; sulphuretted hydrogen passed through 
the liquid; and the sulphide of lead removed by filtration: the filtrate 
on cooling yields pure salicylic acid. (Httling.) 

d. From Indigo (comp. p. 246),—If the required temperature is exceeded, the 
salicylic acid decomposes and a brown substance is formed; if the heating is not con- 
tinued long enough, nothing but anthranilic acid is produced. 


Properties. Crystallises by spontaneous evaporation of the alcoholic 
solution in large oblique four-sided prisms. From a hot aqueous solution 
it separates on cooling in slender needles often an inchlong. Particularly 
large and fine crystals are obtained by slow evaporation of the ethereal 
solution. (Cahours.) The crystals belong to the oblique prismatic 
(monoclinometric) system. (Marignac, Liebig & Kopp’s Jahresber, 
1855, 484.) — Melts at 158° (Cahours), at 121° (Procter), at 125° 
(Ettling). Sublimes at about 200°, without boiling, in slender needles 
having a strong lustre, and when pure may be completely distilled by 
careful heating. (Cahours, Httling.) Has a sweetish sour taste, and 
produces irritation in the throat. Reddens litmus rather strongly. The 
aqueous solution imparts an intense violet colour (blood-red, according to 
Lowig & Weidmann) to ferric salts. 


Piria. Marchand. Delalande. Gerhardt. 
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The acid analysed by Piria was prepared from salicylous acid; that examined by 
Marchand and by Gerhardt, from salicin; and that analysed by Delalande, from 
cumarin by fusion with hydrate of potash. LEttling analysed the acid obtained by 
heating cupric salicylite. The acid examined by Cahours was prepared from oil of 
wintergreen, a@ crystallised from alcohol, 8 obtained by sublimation: Gerland’s acid 
was prepared from anthranilic acid. 


Decompositions. 1, Salicylic acid when quickly heated, especially if 
it be impure, yields hydrate of phenyl. (Marchand, Cahours.) Heated 
with pounded glass or quick lime, it is resolved into hydrate of phenyl 
and carbonic acid (Gerhardt); 


C¥H'05 = C2H802 + 2C0% 


“|. The hydrate of phenyl thus prepared differs in some respects from that which is 
obtained by fractional distillation from coal-tar creosote. It crystallises with greater 
facility and does not deliquesce so quickly on exposure to the air, Moreover it yields 
different products with pentachloride of phosphorus. Hydrate of phenyl from coal- 
tar creosote yields with pentachloride of phosphorus, chloride of phenyl and 
triphenylic phosphate, P(CH*)°O8, as determined by Williamson & Scrugham (xi, 173; 
see also Chem. Soc. Qu. J. 7, 240). But hydrate of phenyl from salicylic acid yields, 
when thus treated, not a triphenylic but a biphenylic phosphate or biphenylophosphoric 
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acid P(C¥H5)?,H,O8, containing 1 At. of hydrogen replaceable by metals. This body 
resembles Scrugham’s phosphate in distilling at a temperature much above the range 
of the mercurial thermometer, but differs from it in many other respects. It crystallises 
much more readily, and after being freed from adhering oil by pressure between paper, 
may be kept in paper during the warmest and dampest weather without alteration. It 
dissolves in a weak solution of caustic soda to which a little alcohol is added, forming 
the biphenylophosphate of sodium P(C?H*)?NaO8’, which crystallises in well defined 
prismatic crystals containing 9 atoms of water. This salt is very efflorescent and 
dissolves readily both in water and in alcohol, On mixing the aqueous solution with 
neutral acetate of lead, a nacreous crystalline precipitate is formed, which appears to 
contain P(C’H°)*PbO® (H. Watts: unpublished experiments). . 

Salicylic acid heated to 250° with fusel-oil in a sealed glass tube, is 
resolved into carbonic acid and hydrate of phenyl, while the fusel-oil 
remains unaltered. (Schlieper.)— 2. By the action of bromine or 
chlorine, 1, 2 or 3 At. hydrogen in the acid are replaced. With a small 
quantity of bromine, bromosalicylic acid, C™“BrH*®O*%, is produced ; 
with excess of bromine, bibromosalicylic acid C'Br?H*O®%; and if the 
action is aided by sunshine, terbromosalicylic acid, C“Br?H*O°, is formed 
after some time.— When the quantity of chlorine is such that part of 
the salicylic acid remains unaltered, chlorosalicylic acid, C'“Cl1H°O® is 
formed; with excess of chlorine, the product is bichlorosalicylic acid, 
C™CI?H*O%. No attempt was made to prepare terchlorosalicylic acid with the aid of 
sunlight. (Cahours.) When chlorine is passed into salicylate of potash, a 
green body separates consisting of impure bichlorosalicylate of potash; 
and when the brown liquid separated from this substance is saturated 
with chlorine, a yellowish-red substance is deposited containing bichloro- 
salicylic and terchlorocarbolie acids. (Cahours.) — 3. With pentachloride 
of phosphorus, the acid yields hydrochloric acid, the oily body which was 
regarded by Chiozza as chloride of benzoyl and hydrogen, and by 
Gerhardt as chloride of chlorobenzoyl, and leaves a carbonaceous residue 
(p. 116).— 4. The acid gently heated with dilute nitric acid gives olf 
but a small quantity of gas, and is converted in a few seconds into nitro- 
salicylic acid. (Marchand.) Luming nitric acid or a mixture of fuming 
nitric acid and oil of vitriol, acts violently in the coid and forms nitro- 
salicylic acid. (Gerhardt, Cahours.) When salicylic acid is heated with 
fuming nitric acid or with the mixture of nitric and oil of vitriol, a violent 
action takes place, resulting in the formation of picric and carbonic 
acids. (Gerhardt, Cahours.) — 5. Salicylic acid heated with hydrochloric 
acid and chlorate of potash, yields chloranil. (Hofmann, Cahours.) — 
6. With the vapour of anhydrous sulphuric acid, it forms a gum soluble 
in water, which is sulphosalicylic acid, and combines with most bases, 
forming salts which dissolve readily in water. (Cahours.) —7. Boiled 
with dilute sulphuric acid and peroxide of manganese, it yields formic 
acid. (Cahours.)— 8. The acid is not altered by a day’s contact with 
fusel-oil ; distilled with amylosulphate of potash, it 1s resolved into 
carbonic acid and hydrate of phenyl. (Schlieper.) 


Combinations. The acid dissolves sparingly in cold, abundantly in 
hot water. It expels carbonic acid from its salts. 

Salicylic acid is bibasic, forming principally neutral salts = 
C“H*M?O° and acid salts = C4H®MO®%. It was formerly regarded as monobasic, 
the salts here considered as acid being then regarded as neutral ; indeed the existence of 
salicylates containing 2 At. metal in place of hydrogen was not known till 1855, when 
several of them were prepared by Piria. Moreover, the compound C4NH/7O4, formerly 

ClrrO2 .  e CHEEO! 
regarded as salicylamide N i" » the amide of the monobasic acid " bo, 


250 TOLUENE: OXYGEN-NUCLEUS C¥IH°O2, 


has lately been shown by Limpricht to exhibit rather the characters of an amidogen-acid, 
2 CMEC 2 
viz., salicylamic acid NHAC i ae } O?, (the radical C'4H*O? being equivalent to H?), 
CHEAQ2 
H 
polybasic acids that form amidogen-acids and imides. The existence of acid ethers of sali- 
4 qT402 

cylic acid, e.g., methylosalicylic acid (Cn O* is also in favour of this view. On 
the nucleus-theory adopted in this handbook, the formula of salicylic acid regarded as a 
bibasic acid should be C4H®,O®%, and accordingly, the acid should take its place in the 
benzvlene-series, next to benzoic acid C4H®,O+. 

The aqueous solutions of the alkaline salicylates turn brown on expo- 
sure to the air, a brown substance being formed which remains dissolved 
in the alkali. Most salicylates, when subjected to dry distillation, yield 


hydrate of phenyl and a carbonate. 


being converted at a high temperature into salicylimide N : now it is only 


Salicylate of Ammonia. — When the acid is saturated with ammonia, 
and the liquid boiled and evaporated, crystalline scales separate as it 
cools; by spontaneous evaporation of the diluted solution, silky needles 
are obtained. (Cahours, Procter.) Melts at 126°. (Procter.) 
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By dry distillation the salt yields water and salicylamic acid. 
(Cahours): 
C4UNH°0® = C4NH/0# + 2H0. 


When subjected to dry distillation, the salt first gives off ammonia, and 
is converted into an acid salt, after which the residue swells up consi- 
derably and yields hydrate of phenyl together with a sublimate of car- 
bonate of ammonia. [? carbamic acid.] (Gerhardt.) 


CHNH/08 = C?H%0? + NH?,2CO*. 


The salt is very soluble in water. 


Salicylate of Potash. — The acid is saturated with a concentrated 
solution of carbonate of potash; the liquid evaporated to dryness; the 
residue exhansted with strong boiling alcohol; the crystalline mass 
obtained from the alcoholic solution by cooling or evaporation, pressed. 
between paper and dissolved in water; and the solution left to evaporate, 
in vacuo, — Colourless needles having a strong silky lustre; they give off 
5:05 p. c. (1 At.) water at 175°. (Cahours.) ) 
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The salt when dry is not altered by exposure to the air, but if moist, 
it soon turns brown and afterwards black. Resolved by dry distillation 
into hydrate of phenyl and carbonate of potash. (Cahours.) If. the 
product of the dry distillation be saturated with hydrochloric acid and 
then heated with potash, an odour is produced resembling that of aniline. 


(Gerhardt.) . 


The salt dissolves readily in alcohol and ether. 


Salicylate of Baryta.—a. Neutral. — When strong baryta-water is 
added to a boiling concentrated solution of 6, the mixture deposits smali 
white crystalline laminzs which may be recrystallised from a large 
quantity of water, apart from the air.— Small white opaque needles, 
concentrically grouped and having a distinct alkaline reactions When 
dissolved in water, it is decomposed by. carbonic acid, yielding the acid 
salt 6 and carbonate of baryta. At 140° in a current ‘of dry air, it gives 
off 11°38 p.c. (4 At.; calc. 11°63) of water.  (Piria.) 


Crystallised. Piria. 
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b, Actd.— Obtained by boiling salicylic acid with carbonate of baryta, 
filtering at the boiling heat, and leaving the filtrate to evaporate in 
vacuo. ~~ Short silky needles united in radiating groups. Contains 1 At. 
water, which is not given off at 100°, but half escapes at 150° and the 
rest at 218°. (Cahours.) 


Crystalline. Cahours. 
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At a high temperature, it decomposes, giving off hydrate of phenyl 
and leaying carbonate of baryta mixed with charcoal. (Cahours,) — 
Dissolves readily in water. (Ettling.) 


Salicylate of Lime. —a. Neutral. — A nearly boiling solution of lime 
in sugar-water containing so much sugar that it does not become turbid 
on boiling, is mixed with a nearly boiling solution of } also containing 
sugar, and the mixture kept for half an hour over the water-bath. — 
He avy crystalline powder consisting of ong granules. Nearly insoluble 
in water. After drying at 100°, it contains 2 At. water of crystallisation 
which slowly escape (9: 28 per cent.) in a stream of dry air at 180°. 
(Piria. ds. 


ms 
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Decomposed by carbonic acid like the baryta-salt. (Piria.) 

6. Aeid. — Prepared like the baryta-salt. The solution yields by 
evaporation in vacuo, beautiful octohedrons often of very large size. 
The salt has a bitter and pungent taste. 


Crystallised. Cahours. 
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Dissolves pretty readily in water. (Ettling, Cahours.) 


Salicylate of Magnesia.— By boiling the acid with magnesia or 
carbonate of magnesia, and evaporating the filtrate in vacuo, the salt is 
obtained in radiating needles often aggregated in a compact mass. —~ 
The salt dissolves readily in cold and still more readily in boiling water. 


(Cahours.) 


Salicylate of Lead. —a. Pentabasic. — A boiling solution of cis mixed 
with a few drops of ammonia, the liquid boiled till the precipitate becomes 
crystalline, and the precipitate washed with warm water and dried over 
quick lime. — Light powder composed of white micaceous laminw. Has 
an alkaline reaction. Does not give off any water at 160°. (Piria.) 


Piria 
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b. Neutral. — Produced by boiling ¢ with water; also by dropping 
basic acetate of lead into a boiling solution of c, and then forms a heavy 
crystalline precipitate, which is washed with warm water and dried over 
quick lime. Has an alkaline reaction. Does not give off water at 100° 


Decomposed by carbonic acid. (Piria.) 


Piria. 

14, Cutsccsectitn scr 84:0 24°48 coe e437. 
fH ccpasdeanbeai iss 4°0 BLY Oat arat 1:28 
2 PD: ahaa 207°6 00°36. Socks 60°41 
GO <sccceeeecnnis 48°0 13°00 Mee 13°94 


C¥4H*Pb20° sovepone 343°6 toes 100°00 Gevqgeae 100°00 
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ce. Acid. —Salicylic acid is boiled with water and carbonate of lead 
(avoiding an excess of the latter, according to Piria), the liquid filtered 
at the boiling heat, and the filtrate left to cool; or a concentrated solution 
of salicylate of ammonia or potash is mixed with a concentrated solution 
of neutral acetate of lead, the precipitate washed with cold water and 
dissolved in boiling water, and the solution left to cool.— Beautiful 
transparent crystals, which between 140° and 150° become opaque and 
give off 1 At. water. (Cahours.) Resolved by boiling with water into 
the salt 6 and free salicylic acid. (Piria.) 


Crystallised. Cahours. 
PHOW VEO e ae 7 ree 44°59 
TEE TERE a OS ee 84:0 S365 0 eee gore 
OWES Soke 6°0 DA) ee eee 2°50 
701 9 PO et ot ee 48:0 gS i NSE ae, 19°19 
C#H® PbOs + Art 2e0 On cn LUU00R ona. 100°00 
Or: Cahours. 
CPE PhO). eaveedecons 240°8 .... 96°40 
beh ® 4, pee ewe Pee A eee Oc Ben. SOU eeatae 3°65 
CH PbOt + Aq Paes 249°8_... 100°00 


Salicylate of Copper.—a. Neutral. — Produced by heating 6 with a 
quantity of water not sufficient to dissolve it. Yellow-green light 
powder, which when heated gives off its water of crystallisation and 
becomes brownish, and is completely decomposed at 180°. It is sparingly 
soluble in boiling water, insoluble in alcohol and ether. (Piria.) 


Piria 

A Ce rreececctatanoean. oateaees 84:0 BO O0 so sesciee 38°43 
GEN aes ncevsansctneseperse 6°0 ae LO snc 2°87 
VALET) Lupe ae reraa linc oe 63°6 ZO LS es sca 28°36 
NF gis eas i 64°0 APA SO se 30°34 
CH Cw Ot 2A ee 27 Os L00700. © soos 100°00 


b. Acid. — When salicylate of baryta is decomposed {by a solution of 
sulphate of copper, the filtrate yields long bluish green needles which 
may be recrystallised from water at about 60°.— The salt gives off its 
water of crystallisation at a temperature much below 100°, assuming at 
the same time a dark olive colour, and emitting vapours of salicylic acid. 
Above 100°, it melts and gives off copious fumes of salicylic acid. It 
dissolves readily in water, alcohol and ether, forming solutions of a fine 
yellowish green colour. When boiled with a quantity of water not 
sufficient to dissolve it, it is resolved into free acid and the salt a, being 
at first converted into a dark green resinous mass, which, when treated 
with a fresh quantity of water, becomes pulverulent and yellowish green. 
It is decomposed in the same manner by ether, even at ordinary tempera- 
tures, (Piria.) 


Piria. 

y EG eee te oh ee 84°0 AVEO Se! wescrcie 41°25 
1M eee oe eee 9:0 AGA (tna Aer 
(EE teed bh Ste Te kh ae 31°8 liters ieee cee WyeRy/ 
LOG Ose nce eee eee SMe Ode cinta 38°66 


CHHECuO? +. 4Aq ccee 204'S> oir 10000. sersures 100°00 


554 TOLUENE : OXYGEN NUCLEUS CHS02, 


Salicylate of Copper and Potassium. — Crystallised salicylic acid is 
added gradually and with constant agitation, to a solution of sulphate of 
copper and tartaric acid in excess of caustic potash, or better to a solution 
of tartrate of copper in moderately strong potash; the liquid then 
gradually acquires a green colour, and ultimately formsa green crystalline 
pulp, which must be dried on porous earthenware, and recrystallised 
from the smallest possible quantity of lukewarm water. — When slowly 
crystallised from the aqueous solution, it forms small rhombic tables of a 
beautiful emerald-green colour. It dissolves very readily in water. The 
deep green solution when boiled, deposits black oxide of copper and 
becomes colourless; a large excess of potash turns it dark blue. It does 
not dissolve in alcohol or ether. —In a dry stream of air, even below 
100°, it gives off 14°84 p. c. (4 At.; calc. 14°82 p.c.) of water. (Piria.) 


Piria. 
DA Me ees cotter Airc cersiitee B40. ne woae 
a4 Macs Nee alt he she Sie Bie oe By vreently 3°29 
| ES A RTT tris PAPE 39°2 1613-3 16°11 
Cu, sorties Misnctes OL SY 4 1309. sete 13°20 
TOO ee ee SUV eitiss oe a 


C4H!KCu0S + 4Aq.... 243°0 .... 100-00 


Salicylate of Copper and Barium.— The solution of the preceding 
salt mixed with chloride of barium, forms after awhile a light freen 
crystalline precipitate. The salt is insoluble in water. Between 
385° and 100°, it gives off 12:94 p.c. (4 At.; cale. 13:21) of water. 
(Piria.) 


Ai 100°. Piria 

FA OC: ice aes 84:0 oo Ola tee 35°48 
7 A: ieee: eee 4:0 cD) a re 1°90 
BS. hoses SU 68°8 29°09 © cave 28°71 
6 Ba hei ee Can 31°8 Lc4l mete ee 13°64 
one 48-0 90°50: Fcc, 20°27 
C¥#H4BaCu06.......: 256°6 287. IOU'VO: whet 160°00 


Salicylate of Silver. — Nitrate of silver is precipitated by salicylate 
of ammonia, aud the precipitate washed with cold and dissolved in boiling 
water (during which operations it blackens slightly: ting). As the 
liquid cools, the salt crystallises in transparent needles having a strong 
lustre. (Cahours, Eitling.) To obtain the pure salt, Ettling super- 
saturates salicylic acid with lime-water; passes carbonic acid through the 
liquid; heats it; filters; warms the filtrate and adds nitrate ef silver; 
then washes the precipitate in the dark with cold water, and dries it 
at 100°, 


Piria. Delalande. Cahours. Ettling. 

Ag yw Lae LD see A eye © axacoens 20797 ll SOS Mai sO Sun AT 
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The acid dissolves readily in wood-spirit, especially when heated, 
readily in alcohol, and abundantly in ether, especially when heated. It 
is nearly insoluble in cold oid of turpentine, but dissolves in 5 pts. of that 
liquid at the boiling heat, and solidifies on cooling. (Cahours. ) 

For Salicylate of Methyl, see page 258. 


. Methyisalicylic Acid. . 
C*H80% = 07H?0,C"H50°. 


Cavours. (1843.) Compt. rend. 16, 853; N. J. Pharm. 8, 864.— 
NV. Ann. Chim. Phys. 10, 327; 27, 5.— Compt. rend. 39, 255 ; 
Pharm. Centr. 1848, 698; 1844, 484; 1854, 658. 

Procter. WV. J. Pharm. 3, 275; J. pr. Chem. 29, 467; Ann. Pharm: 
48,66; Pharm. Centr. 1848, 699. 

GERHARDT. Compt. rend. 38, 82; Ann. Pharm. 89, 362; J. pr. Chem. 
61, 89; Traité, 3, 327; Pharm. Centr. 1854, 129. 


Gaultheriasiure, Methylspiroylsiure, Hydrated Methyl-salicyl,  Salicyl- 
formester. 


Occurs in the herb of Gaultheria procumbens (New Jersey), forming 
3%; of the volatile oil (wintergreen-oil) obtained therefrom by distillation 
with water. (Cabours.) 


Preparation. 1. The volatile oil obtained by distilling the herb of 
Gaultheria procumbens with water,—or the commercial oil of wintergreen, 
—is rectified, and the portion which distils over at 222° collected apart. 
The oil begins to boil at 200°, the boiling point quickly rising to 222°; 
The portion which first distils over contains a light oil having the compo- 
sition of oil of turpentine. (Procter, Cahours.) — 2. Two pts. of crystal- 
lised salicylic acid are distilled with 2 pts. of anhydrous methylic 
alcohol and 1 pt. of oil of vitriol. (Cahours.) — 3. Absolute methylic 
alcohol is gradually added to chloride of salicyl; and, as soon as the first 
action, which is accompanied with great rise of temperature and evolution 
of hydrochloric acid, has ceased, the product is distilled, and the portion 
which goes over at 222°, collected. (Gerhardt.) 


Properties. Colourless oil, Commercial wintergreen-oil is reddish yellow, 
but may be rendered yellowish or even colourless by rectification. (Procter.) — Has 
an agreeable, very penetrating odour, and a sweet, cooling, aromatic 
taste. Sp. gr. 1:18 at 10°, Boils constantly at 222°. Vapour-density 
5°42. (Cahours,) 


Cahours. 
a. A 
LO ects OG ire OO L On scivivce 63515 4... Ga0s 
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Vol. Density. 

CL VADOUE Mitr cal Auster tececnr eter cst 16 6°6560 
eS poe Pe Lag bed Le eae adel Py Ay 0°5544 
Oar eatin sas. See Seay 3°3279 
Vapour of Methylsalicylic acid ... 2  sssassseess 10°5383 
1 i aches 57191 


w was prepared by (1); 8, by (2).—The compound is isomeric with anisic acid. 


Decompositions. When the acid is mixed with strong nitric acid, 
violent spirting takes place, if the mixture is not cooled, but when it is 
kept cool, methylnitrosalicylic acid is produced. (Cahours.) By fuming 
nitric acid, it is converted into methylnitrosalicylic acid; by a mixture of 
fuming nitric acid and oil of vitriol, into methylbinitrosalicylic acid, or by 
longer action, into methylternitrosalicylic acid. (Cahours.) —2. Bromine 
added by drops to methylsalicylic acid, causes considerable rise of tempe- 
rature and evolution of hydrobromic acid; the mass which solidifies on 
cooling contains methylbromosalicylic and methylbibromosalicylic acids, 
the proportions varying according to the quantity of bromine used. 
Chlorine forms similar products, the quantity of hydrogen replaced 
never exceeding 2 At. even in sunshine. (Procter, Cahours.) — 3. Penta- 
chloride of phosphorus acts violently on the acid, forming chloride of 
salicyl, chloride of methyl and chlorophosphoric acid. 


CH8O% + PCI = CHCIH®O! + C?H°Cl + PCI8O2. 


Gerhardt (Zraité, 9, 8343) supposes that phosphate of salicyl is formed in 
this reaction: 


4C16HS0§ + PCI = 4C?H°Cl + CHCIH5O! + P(C4%H5O4)308, 


thereby explaining why so small a quantity of chlorophosphoric acid is 
formed, and why, after treating the resulting chloride of salicyl with 
alcohol, and distilling off the salicylate of ethyl thereby produced, a 
considerable residue is left. —4. Chloride of succinyl, chloride of benzoyl 
and chloride of cumyl form with methylsalicylic acid: methylsalicyl- 
succinate, — benzoate and —cuminate, together with hydrochloric 
a0id een7 6 


C4(C?H)H508 + C4HICIO? = C¥(C2H3)(C4H502)H40% + HCl (Gerhardt). 


5. By potash-ley, methylsalicylic acid is resolved, after a few hours at 
ordinary temperatures, immediately when heated, into salicylic acid and 
wood-spirit. (Procter, Cahours.) — Heated with anhydrous baryta, it 
yields carbonate of baryta and anisol.— 7. With ammonia, either gaseous 
or alcoholic, it forms salicylamide [salicylamic acid] and wood spirit: 


CH805 + NH? = C4NH70! + C?H!02, 


8. When pieces of potassium are dropped into methylsalicylic acid heated 
to between 80° and 60°, the temperature rises, gas is evolved, and after 
the addition of a considerable quantity of potassium, the mass solidifies, 
even if kept at 105°. Soon afterwards it takes fire and leaves a black 
residue. In one experiment, salicylous acid was produced. (Cahours.) 


Combinations, The acid dissolves sparingly in water, imparting how- 
ever its taste and smell; the solution is coloured violet by ferric salts. 
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Tt dissolves codine without decomposition, forming a brown solution. 

Methylsalicylie acid unites with bass, forming salts in which 1 At. 
hydrogen is replaced by a metal. Before Piria had demonstrated the bibasic 
character of salicylic acid, Gerhardt supposed that salicylate of methyl, and the other 
compound ethers of salicylic acid, should be regarded as salicylic acid in which ] At. 
hydrogen is replaced by an alcohol-radical (C’H, C*H®...), but that the hydrogen- 
atom thus replaced was different from that which in the salicylates is replaced by a metal 
(or in the compound ethers of other acids by an alcohol-radical), and consequently 
that the place of the latter might still be taken bya metal (or by an acid radical). Thus, 


MpO4 
the formula of salicylic acid (supposed monobasic) being erie 7 $02, that of methyl- 


Cr (C2?) Ot Cen(esHs O4 2 
z H )0**G 


salicylic acid would be }02, and of its potash-salt, 


Methylsalicylate of Potash. — With strong potash-ley, methylsalicylic 
acid forms a mass which solidifies in the crystalline form. When potash- 
ley of 45° Bm. free from carbonic acid and diluted with an equal bulk of 
water, is shaken up with excess of methylsalicylic acid, the potash-salt 
separates in pearly scales, which must be washed with the smallest 
possible quantity of cold water, pressed between bibulous paper, and 
dissolved in absolute alcohol, a small quantity of carbonate of potash 
then remaining undissolved; the solution is left to evaporate in vacuo. — 
Extremely delicate, white needles having a strong lustre and resembling 
asbestos. (Cahours.) Six-sided tables. (Procter.) 


Cahours. 
KG arr NGI a Dap Oe Vi ye 24°95 
TOMO fe ee ater 96°0 DSA Ss sorers 49°07 
ae ee 7°0 3 OS ters Obt 
Daly pire 40:0 PRT he et ee 22:21 
COR Oo eb oU oe ee LOG OO) Lose 100:00 


According to Cahours, the compound still contains water, which cannot be sepa- 
rated, and appears to be C!’H7KO*® + 4 Aq, that formula requiring 24°24 p.c. KO, 
49°31 p.c. C and 3°85 p.c. H. 


It dissolves abundantly in water. 

When heated in the moist state, it is converted into salicylate of 
potash. (Cahours.) The solution colours ferric salts purple. (Procter.) 

It dissolves very easily in alcohol and ether. (Procter.) 


Methylsalicylate of Soda.—Resembles the potash-salt, but is less 
soluble in water, alcohol and ether. (Cahours, Procter.) 


Methylsalicylate of Baryta. — When methylsalicylic acid is added by 
drops to hot baryta-water, crystalline flocks separate out, which increase 
in quantity as the liquid cools, and at last, white crystalline scales are 
formed. ‘These are washed on the filter, first with water, then with 
alcohol, and dried in vacuo, 


Cahours. 
Bae acess 76°6 Sao crc o4°47 
WN cit Gas? ene ence cern’ 96°0 7 RE eee 41°98 
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By dry distillation it is completely resolved into carbonate of baryta, 
anisol, and free carbonic acid: 


CH’BaO’} + 2HO = C#H80? + BaO,CO? + CO*. 


This decomposition tends to support the formula given by Cahours, 
whereas the baryta-determination seems to show that the salt is anhydrous 
(calculated quantity of BaO=34°88 p.c.). [Perhaps the salt analysed 
contained carbonate of baryta. L.]| 

The potash-salt forms precipitates with the salts of lead, copper, 
silver and mercury. (Procter, Cahours.) 


Compounds in which the Basic Hydrogen of Methylsalicylic acid ws 
replaced by Methyl, Ethyl or Amyl, are obtained by heating methylsalicylate 
of potash with iodide of methyl, ethyl or amyl in sealed tubes. The 
methyl-compound (salicylate of methyl, 2C?H*O0,C“H‘0*) boils at 248°; 
the ethyl-compound (= C?H°0,C*H°0O,C“H‘0*) at 262°, and the amyl- 
compound at a temperature above 300°. They may be obtained in the 
crystalline form. (Cahours, Compt. rend. 39, 256.) 

Methylsalicylic acid mixes in all proportions with alcohol, ether, oil 
of turpentine and oil of lemons. 


Succinate of  Methylsalicyl. ee ee 
C&H*(C*H"0*)?O08. —- Prepared by gently heating chloride of succinyl 
(x, 136) with about 2 pts. of methylsalicylic acid as long as hydro- 
chloric acid continues to eseape, digesting the resulting brown mass with 
potash-ley, and crystallising it from boiling alcohol. The solution on 
cooling deposits large rectangular laminz composed of easily separated 
fibres. The compound is sparingly soluble in ether. (Gerhardt.) 
According to Gerhardt, it is to be regarded as 2 At. salicylic acid in 
which 2 At. hydrogen are replaced by methyl and other 2 At. hydrogen 
by 1 At. succinyl: O”H%(C?H?)?(C8H*04)0". 


Benzoate of Methylsalicyl. C*H?O%=C'*H705,C“H°03, according to 
Gerhardt C“(C?H*)(C“H°O’) H*08. — Obtained by heating equal parts of 
salicylate of methyl and chloride of benzoyl, as long as hydrochloric 
acid continues to escape, washing the tenacious, gradually crystallising 
product with potash-ley, and crystallising from alcohol or ether. — 
Oblique rhombic prisms having a splendid lustre. They remain unaltered 
in warm water. When heated with caustic potash, they are strongly 
attacked, and give off an aromatic odour; and on treating the aqueous 
solution of the residue with hydrochloric acid, a precipitate of salicylic 
acid is obtained. The compound is insoluble in water, but dissolves 
readily in alcohol and ether. (Gerhardt.) 


ETHYLSALICYLIC ACID. 


ws) 
Or 
Me) 


Ethylsalicylic Acid. 
C8H!08 = CtH90,C“H%0°. 


Canours. (1844.) WV. Ann. Chim. Phys. 10, 860.— Compt. vend. 
28, 586; J. pr. Chem. 47, 417. — N. Ann. Chim. Phys. 27, 468; 
Ann. Pharm. 74, 314; J. pr. Chem. 49, 283; Compt. rend. 
39, 256. 

G. Baty. Chem. Soc. Qu. J. 2, 28; Ann. Pharm. 70, 269.—J. pr. Chem. 
47,419; Pharm. Centr. 1849, 715. 

GeRHARDT. Compt. rend. 38, 32; Ann. Pharm. 89, 862; J. pr. Chem. 
61, 89; Pharm. Centr. 1854, 129.—TZ'raité, 3, 826. 


Salicylate of ethyl, Salicylic ether, Salicylvinester. 


Preparation. When 4 pts. of alcohol are distilled with 3 pts. of. 
crystallised salicylic acid and 2 pts. of oil of vitriol, alcohol alone passes. 
over first, then a mixture of alcohol and salicylic ether, and lastly a 
small quantity of alcohol with a large quantity of salicylic ether. As 
soon as sulphurous acid begins to escape, the distillation is interrupted, 
the distillate shaken up with water containing a httle ammonia, then 
washed with water, dried over chloride of calcium, and rectified by two 
distillations. (Cahours, Baly.)— 2. When absolute alcohol is added by 
drops to chloride of salicyl, the mixture becomes heated and gives off 
large quantities of hydrochloric acid. As soon as the action ceases, the 
liquid is distilled, and the portion which goes over towards 225° is 
collected. (Gerhardt.) 


Properties. Colourless oil heavier than water. (Cahours.) Sp. gr. 
1:097 (Baly); 1°1843 at 10° (Delffs). Boils at 225° (Cahours), at 221° 
with the barometer at 28” 1:3’” (Delffs); at 229°5°. (Baly.) It has an 
agreeable odour, resembling that of salicylate of methyl. (Cahours.) 


Cahours. 
1S: Compound ener LOS see ODOC veel: 64°78 
TO: iccseeteh 10 Oo. era 6°10 

OO). er ee. 48 Asay Eire cee 29°12 
C18H10O8 ........ 1667 74. 100°007 "3 100°00 


Decompositions. 1. The compound is rapidly attacked by chlorine 
and bromine, with formation of substitution-products. (Cahours.) — 
2. When fuming nitric acid is added to it by drops, it becomes heated, 
turns red and dissolves; on addition of water, ethylnitrosalicylic acid is 
precipitated in the form of an oil, which after a while solidifies in a 
yellowish mass. When ethylsalicylic acid is heated with excess of 
nitric acid, picric acid is produced. (Cahours.) — 3. Heated with aqueous 
alkalis, it is resolved into salicylic acid and alcohol. — 4. When brought 
in contact with anhydrous baryta, it becomes hot, and yields phenetol 
by distillation. (Baly, Cahours.)—5. Placed together with caustic ammonia 
in a closed vessel, it disappears after a while, and a brown liquid is 
formed containing alcohol and salicylamide. (Cahours.) — 6. Pentachlo- 

s 2 
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ride of phosphorus and chloride of benzoyl act on ethylsalicylic in the 
same manner as on methylsalicylic acid. (Gerhardt. ) 


Combinations, With bases, the acid forms compounds similar to those 
of methylsalicylic acid. The potassium and sodium-compounds are 
erystallisable, soluble in water, and exactly similar to the corresponding 
salts of methylsalicylic acid. Baryta forms a crystalline compound 
sparingly soluble in water. (Cahours.) 

By heating ethylsalicylic acid with iodide of methyl, ethyl or amyl 
in a sealed tube, compounds are obtained in which the basic atom of 
hydrogen (that which might be replaced by a metal) is replaced by 
methyl], ethyl, or amyl. 


Benzoate of Ethyl-salicyl. C®H“O8=C*H°0*,C“%H%O%, or, according 
to Gerhardt, C“%H!(C*H®)C“H*O?)O% Prepared by heating ethylsalicylic 
acid with chloride of benzoyl, as long as hydrochloric acid continues to 
escape. The mass which erystallises on cooling separates from the 
ethereal solution by spontaneous evaporation in the form of an oil, which 
gradually solidifies, by the separation of crystalline nodules consisting of 
small needles. Dissolyes readily in alcohol and ether. (Gerhardt.) 


Amylsalicylic Acid. 
C*#%H606 —_ C¥re 050 H°0% 


Drion. Compt. rend. 38, 123; Ann. Pharm. 92, 518; J. pr. Chem. 
62, 480. 


Formation. Only by the action of chloride of salicyl on fusel-oil. 
(Drion, comp. Schlieper, Ann. Pharm. 59, 26.) 


Preparation. By means of chloride of salicyl, in the same manner 
as methylsalicylic and ethylsalicylic acids. It is necessary to operate 
with small quantities only; otherwise the action becomes too violent, and 
a large quantity of carbolic acid is produced. (Drion.) 


Properties. Colourless, strongly refracting liquid, heavier than water, 
boiling at 270°, and having an agreeable odour. 

Boiled with potash, it yields amylic alcohol, and salicylate of potash. 

It is insoluble in water. With cold potash-ley, it forms amylsalicylate 
of potash. (Drion.) 

Heated with chloride of benzoyl, it gives off hydrochloric acid, and 

ields a body which crystallises in needles (benzoate of amylsalicyl?) 

(Gerhardt); a viscid mass which does not readily solidify. (Drion.) 
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Derivatives of the Acid Salicylic Lthers, which may be regarded as 
belonging to the Benzene-serres. 


Anisol. 
Ceo Os == C7 OG EO, 


Canours. (1841.) WV. Ann. Chim. Phys. 2,296; Ann. Pharm. 41, 69; 
J. pr. Chem. 24, 3852; Pharm. Centr. 1841, 682.— Compt. rend. 
15, 804.—NV. Ann. Chim. Phys. 10, 854; 27, 440; Ann. Pharm. 
74, 298; Pharm. Centr. 1844, 485.— Compt. rend. 32, 60; Ann. 
Pharin 78, 125. 

Laurent. ev. scient. 11, 258; Compt, rend. 15, 958. 


Dracol, Phenate de methyle, Carbolate of methyl [Carbolformester]. 


Formation and Preparation. 1. Carbolate of potash and iodide of 
methyl are heated together in a sealed tube to a temperature between 
100° and 120°. Decomposition takes place quickly, according to the 
following equation : 


CYM°KO? + C?H3I = C?H°0,C"H20 + KI. 


Or carbolate of potash is distilled with methylosulphate of potash. — 
2. Methysalicylate of baryta is subjected to dry distillation (p. 258). 
Or salicylate of methyl is slowly dropped upon a very large excess of 
finely pulverised anhydrous baryta, whereupon considerable rise of tem- 
perature takes place ; the mixture is distilled ; and the oil which passes 
over, is repeatedly washed with water containing potash, then dried over 
chloride of calcium and rectified. —3, Anisic acid is distilled with 
excess of baryta : 


ClHHEO® = CHHFO? + 2CO2. 


Properties. Colourless, transparent, very thin liquid having an 
agreeable aromatic taste. Sp. gr. 0991 at 15°. Boils at 152°, 


Cahours. 
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Isomeric with benzylic alcohol. 


Decompositions. 1. Anisol is rapidly attacked by fuming netrie acid, 
and if the liquid be well cooled, nitranisol is produced, but by boiling 
for a little while, binitranisol is obtained. Treated with nitrosulphuric 
acid, it yields terpitranisol. (Cahours, Laurent.) Chrysanisic acid is also 
frequently obtained. (Cahours,) —2. With bromine, anisol forms two 
crystalline products, bromanisol, C“BrH"O?, and bibromanisol, the former 
of which is difficult to purify. Chlorine acts in a similar manner. — 
3. With oz of vitriol, anisol yields sulphanisolic acid. In fuming sul- 
phuric acid it dissolyes with evolution of heat, forming a bright red 
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solution, from which water throws down sulphanisolide, whilst sulphani- 

solic acid remains dissolved; with the yapour of fuming sulphuric acid 

also, the products formed are sulphanisolide and sulphanisolie acid. 
Anisol is not altered by distillation over anhydrous phosphoric acid. 
It is insoluble in water, but dissolves in alcohol and ether. 


Sulphanisolide., 
CHH'SO! = C“H(S0?)0?. 


Canours. (1844.) WV. Ann. Chim. Phys. 10, 354; 27, 460; Ann. 
Pharm. 74, 31; J. pr. Chem. 49, 280. 


Formation. By the action of anhydrous sulphuric acid on anisol. 


Preparation. When vapour of anhydrous sulphuric acid is passed 
over anisol which is kept cool, and the thickened liquid is mixed with 
water, unaltered anisol separates out, together with a solid mass, while 
sulphanisolic acid dissolves. The anisol is removed, the solid mass 
collected on a filter, washed, dried, and dissolved in alcohol, and the 
solution left to evaporate. 


Properties. Delicate needles having a silvery lustre. Melts when 
carefully heated and solidifies at a higher temperature. 


Cahours. 
Lape a ae 84 ee 60°23 
Bs SR Ns 7 a a a 5‘16 
hie Se. Deena 16 LT-51 
APOy Se eae a2 DIS 
CHASO?# ........ 139 -5;,. 2100700 


The compound dissolves in oil of vitriol, forming sulphanisolic acid, 

It is insoluble in water, but dissolves readily in alcohol and ether, 
separating therefrom in prisms as the solution evaporates. 

Sulphanisolic acid is soluble in water and crystallises in needles. — 
Its salts are also soluble in water. The baryta-salt crystallises in 
white scales having a strong lustre, ahd bas when dry, the composition 


C“H®0?,Ba0,2S0°. (Cahours.) 


Bromanisol. 
C™BrH"0° = CH*0O,6”6rH*0. 


‘Canrrouns, (1844.) 1. Ann. Chim. Phys. 10, 856; 14, 496.— Ann. 
Pharm. 52, 380. 


Anisole monobromeé, Bromcarbolformester. 


Yormed by treating anisol with bromine, but cannot by this process 
be obtained sufficiently pure. Passes over in the form of an oil when 
bromanisate of potash is distilled by itself or when bromanisie acid is 
distilled with baryta. 
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Cahours. 
TO exh sects 84 CS ae Ore 49°16 
cna adhe 7 so © eae 3°69 
Bae oe 80 SVG y Been 39°15 
UI ee cecates netic 16 So aan 8°00 
C4H7BrO%........ Pen. on. 30t tr OO aur 100°00 


_ Bibromanisol. 
CBr? H6O? — 62710,C¥VBr HO. 


Canours. (1844.) NN. Ann. Chim. Phys. 10, 856; Ann, Pharm. 
52, 330. 


Anisole bibromé, Bibromcarbolformester. 


Produced, simultaneously with bromanisol, by the action of bromine 
upon anisol, and crystallises on cooling from its solution in boiling 
alcohol in crystalline lamine having a strong lustre. Melts at 54°, 
Volatilises without residue, and is deposited on the colder part of the 
retort in well defined tables having a strong lustre. 


Cahours. 
5 Sl BR amet 2 84 SO Sica cana: roy yess 
Hd 2 Ree 6 ERDACL” eek 2°34 
PAN By ah Sent a 160 Gbti gree 59°93 
Bt ©) anes baer 16 Oe Ode cea 6°00 
C!4Br?HQO? .... 266 POG ee . 100°00 


Nitranisol. 
ONTO: — Ciro Cente, 


Canours. (1849.) Compt. rend. 28, 881.—N. Ann. Chim. Phys. 
97, 441; Ann. Pharm. 74, 2993; J. pr. Chem. 49, 263; Pharm. 
Centr. 1849, 308. 


Anisole mononitrique, Nitrocarbolformester. 


Formation and Preparation. When fuming nitric acid_is gradually 
added to anisol well and constantly cooled, a thick, oily, black-blue liquid 
is produced; and on repeatedly washing this liquid with alkaline water, 
then dehydrating it with chloride of calcium and distilling, unaltered 
anisol passes over at first, and the receiver must be changed as soon as 

he boiling point reaches 260°. 


Properties. Amber-coloured oil, heavier than water. Boils between 
962° and 264°. Has an aromatic odour somewhat like that of bitter 


almonds. 
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Cahours. 
DR Dy feracs segeni 84 Uy Pee 55°19 
IN ete cig anenccaal 14 en, BeOsd Deas 9°29 
TEED ayiemvacee 7 ore AE OA 8 4°84 
DM) sae aS-ane 7 O7feese 30°68 
C4NH70S ,....... SS «::; 100°00..u428 100°00 


Heated with fuming nitric acid, it is converted, first into binitranisol 
and afterwards into ternitranisol. —- It is quickly decomposed by alcoholic 
hydrosulphate of ammonia, sulphur being separated and anisidine 
produced ; 

CMNH70° + 6HS = C“NH902 + 4HO + 6S. 


It is not decomposed by alcoholic potash, even at high temperatures. 
Dissolves in oil of vitriol and is separated therefrom in its original 


state by water. 


Binitranisol. 
C4N?H169!0 — OTOP Rie ‘ 


Canours. (1844.) WV. Ann. Chim. Phys. 10, 856. — Compt. rend. 
27, 486; WW. Ann. Chum. Phys. 25, 21; J. pr. Chem. 46, 333; Ann. 
Pharm. 69, 236. — N. Ann. Chim. Phys. 27, 441; Ann. Pharm. 
74, 299; J. pr. Chem. 49, 263; Pharm. Centr, 1844, 436; 1849, 
165, 308. 


Anisole binitrique, Binitrocarbolformester. 


Formation. 1. By boiling anisol for a short time with fuming nitric 
acid. — 2, By boiling anisic acid for a longer time with fuming nitri¢ 
acid ; 

C°H°O® + 2NO® = CHN?H°O" + 2CO? + 2HO; 


Preparation. 1, When anisol is boiled for a few minutes with 
fuming nitric acid, and the liquid mixed with water, a heavy oi] separates 
out, which solidifies in a buttery mass, forming with boiling alcohol a 
splendid chrome-green solution, which, when perfectly cold, yields colour- 
less needles. — 2. When a solution of anisic acid in nitrosulphuric acid is 
boiled for an hour, carbonic acid is evolved, and a mixture of picric acid 
and binitranisol is obtained [by precipitation with water? Gm.], from which 


the picric acid may be extracted by potash. 


Properties. rong pale yellow needles. Melts at 85° or 86°, and 
sublimes at a higher temperature in slender needles, 


Cahours. 
a. b. 
tA COR nears Be. ee 8235 4 alle 42°26! 6.4 #42720 
2 NOP eat Oo tee did: 48 14°21 poa..tudac24d 
eg s Rp atameerree ee 4.” 6 Apt 8 a on 3°02 
LOD Ae aoe 80 20349 woe 40°37 40°54 
C4UN?H6Q20 5.03 1932 £21700°00 | 4 100°00 ..,. 100°00 


a was prepared from anisol, } from anisic acid. 
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It is decomposed by strong potash, but only after continued boiling. 

By alcoholic potash it is quickly resolved into binitrocarbolie acid 
and wood-spirit. 

With hydrosulphate of ammonia it yields nitranisidine. 

It is insoluble in water, but dissolves in boiling alcohol, forming a 
solution of a splendid chrome-green colour. 


Ternitranisol. 


Cayours. (1848.) Compt. rend. 27, 486.—N. Ann. Chim. Phys. 
25, 23; Ann. Pharm, 69, 238; J. pr. Chem. 46, 386.—N. Ann. 
Chim. Phys. 27, 441; Ann. Pharm. 74, 299; J. pr. Chem. 49, 263; 
Pharm. Centr, 1849, 165, 308. 


Formation and Preparation. 1. By treating anisol with fuming 
nitrosulphuric acid. —2. When the colourless solution of 1 pt. of anisic 
acid in 15 pts. of a mixture of equal pts. of fuming nitric acid and 
fuming oil of vitriol, is gently heated till it becomes turbid, two layers 
are formed, one of which is oily and solidifies on cooling. The acid 
liquid diluted with a large quantity of water, immediately yields a heavy 
oil which on cooling solidifies in a pale yellow mass. This mass is freed 
from all acids by boiling, then dissolved in a mixture of ether and alcohol, 
and the solution is left to evaporate. 


Properties. Tabular crystals having a very pale yellow colour and 
strong lustre. From a solution in anhydrous ether, the compound crys- 
tallises by very slow evaporation in rhomboidal tables having a scarcely 
perceptible yellow colour. It melts between 58° and 60°, When gra- 
dually heated, it sublimes undecomposed, 


Cahours. 
PARC rere ar 84 a Oe eerste 34°43 
SNE cote 42 be ee ae 17°29 
LL: Sussasaeee 5 VAAL ys IMM eae 2°29 
14: O ieee: Ve 46%] lew otahe 45°99 
CNet Oe, Ogee cee LOOTO0L Fries 100°00 


Decompositions. The compound is not altered by boiling with aqueous 
ammonia or dilute potash-ley. When boiled with moderately strong 
potash-ley, it yields picrate of potash and wood-spirit. When it is 
treated with hydrosulphate of ammonia, sulphur is separated and bini- 
tranisidine produced. 

It does not dissolve in water, even at the boiling heat. It dissolves 
without decomposition in oil of vitriol and hot nitric acid. 

It dissolves pretty readily in alcohol, whence it separates for the 
most part on cooling, more readily in a mixture of equal parts of alcohol 
and ether, easily in ether, 
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Anisidine. 
C4NH*0? = C“AdH*0?,H? 1 


Canours. (1849.) Compt. rend. 28, 382.—N. Ann. Chim. Phys. 
27,445; Ann. Pharm. 74, 800; J. pr. Chem. 49, 265.— Pharm. 
Centr. 1849, 308. 


Formation. (p. 264). 


Preparation. When nitranisol is dissolved in alcoholic hydrosulphate 
of ammonia, and the solution is evaporated down to between 4 and 1, then 
mixed with hydrochloric acid and a small quantity of water, and filtered 
from the separated sulphur, the filtrate yields by evaporation, needles of 
hydrochlorate of anisidine, which, when distilled with strong potash-ley, 
yield an oil which crystallises on cooling. ; 


Cahours. 
er ae Pa 84 68229 iru. des 67°85 
jee AY oe 14 Liss 
iS eee 9 FAV Reg a 7715 
il Saban Sree. 8 16 13°01 
C4NH?0O? ........ 121 160°00 


With hydrochloric acid, anisidine forms a salt which crystallises in 
slender necdles. It also forms crystallisable salts with sulphuric and 
nitric acid. 

Chloroplatinate of Anisidine is formed on mixing the hydrochlorate 
with a hot concentrated solution of bichloride of platinum, and separates 
in yellow needles on cooling. 

The oxalate is a crystallisable salt. 


Nitranisidine. 
C“N?H*0° = C“AdXH‘02,H2 


Canours. (1849.) Compt. rend. 28, 388. —WN. Ann. Chim. Phys. 
27, 445; Ann. Pharm. 74, 301; J. pr. Chem. 49, 266. — Pharm. 
Centr. 1849, 308. 


Anisidine nitrique. 


Formation. (p. 265). 


Preparation. An alcoholic solution of bi-hydrosulphate of ammonia is 
added to an alcoholic solution of binitranisol; the liquid evaporated to one- 
third at a gentle heat, then supersaturated with hydrochloric acid, heated 
to the boiling point, filtered from the separated sulphur, and precipitated 
by excess of ammonia; the reddish crystalline precipitate is washed with 


water, dried, and dissolyed in boiling alcohol; and the solution left to 
cool slowly. 


NITRANISIDINE, 267 


Properties. Garnet-red needles having a strong lustre. Melts when 
heated and crystallises on cooling in a mass consisting of needles arranged 
in radiated groups. When carefully heated above the melting point, it 
forms vapours which condense in yellow needles. 


Cahours. 
ce SO ee 84 NOSU9 = Wen cars 49°99 
VIE eon te ede 28 LQG He coe. 16°56 
ee RAR OE 8 A AY deen hiocpien 4°85 
GO ovine cx 48 ACL EO Sa 0, 28°60 
C14N*H?06.,....... K6s .... 100°00 wz. 100°00 


Bromine acts violently on nitranisidine, forming a resinous mass, 
which does not exhibit basic properties. — With slightly heated fuming 
nitric acid, it evolves a large quantity of red vapours, and forms a 
gummy mass insoluble in acids and turning brown-red in contact with 
alkalies. 

Nitranisidine is not altered by chloride of benzoyl at ordinary 
temperatures; but on gradually heating the mass, a violent action takes 
place, hydrochloric acid being evolved and benzonitranisidide produced: 


G¥YN?ZH80! + CHEPCIO? = C2NAH%0% + CH. 


It is insoluble in cold water, but dissolves in hot water so abundantly 
that the solution solidifies on cooling. 
The salts of nitranisidine are colourless when pure. 


Sulphate of Nitranisidine. — When nitranisidine is dissolved in gently 
heated oil of vitriol diluted with a treble quantity of water (the solution of 
the crude base is black-brown, that of the purified base nearly colourless), the solution, 
after evaporation over the water-bath, yields on cooling a dark-brown 
crystalline mass, which becomes nearly colourless when pressed between 
paper. It is recrystallised in vacuo. — Slender, colourless, silky needles 
united in radiated groups. 

It dissolves readily in water, especially if acidulated with sulphuric 
acid. 


Cahours. 
BOO RG e,.ostsateescscas tisk 84 SE aL eetteee OO °re 
A ae ee eee eS 28 TOG. PP et 12°63 
DELAY. een ts 9 Aslate es 4°26 
ES Os ween ee 8 CL 56 25°80 
I See ela ta aa 40 18°45 


CEICHROSSO*H ... 217 1... 100700 


Hydrobromate of Nitranisidine.— Obtained by dissolving nitranis1- 
dine in the boiling aqueous acid. After purification it forms colourless 
needles = C'N?*H80°, HBr. 


Iydrochlorate of Nitrenisidine. — The solution of nitranisidine in 
boiling hydrochloric acid yields on cooling brownish needles, which 
become colourless when pressed between paper and several times recrys- 
tallised, They dissolve with great facility in boiling water. 
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Cahours. 
LAN een aindkerin 84:0 AL07 Win seen 40°89 
DINE. cctnsitue Beak 28:0 13°69 shes 13°56 
Bes Peper rh Nes 90 . Asatte 0, 4°47 
oO) oe aerate AB) a eas Pee besY 4 
Cl JD 17756. aoe 17°56 
CBNAHtO* Cl we 2045. . 100°006.;...:.: 100°00 


Nitrate of Nitranisidine. — When nitric acid of sp. gr. 1°36 diluted 
with an equal bulk of water, is saturated while hot with nitranisidine, 
the salt crystallises out almost completely on cooling in brown needles, 
which must be pressed between paper, dissolved to saturation in boiling 
water containing a few drops of nitric acid, and the solution slowly 
evaporated. — Large needles easily soluble in hot water, nearly inso- 


luble in cold water. 


Cahours. 
1 OPE ae aoe within ah Cy fe eee 36°43 
ab MN dis uss usatab ued 42 SOR Bice 18°05 
OD EL eas cam tia ratte 9 SOD ete 2°82 
L oO) eereeer ener 96 Aino) gee 42°70 
CEN? H°O®, NOCH... 231 4.4 100°00 aoa 100°00 


Chloroplatinate of Nitranisidine. — Obtained by mixing the hot con- 
centrated solutions of bichloride of platinum and hydrochlorate of 
nitranisidine. Crystallises on cooling in brownish orange-coloured 


needles. 


Cahours. 
1A aliases, stein tp Adeiel ates. a BA) peel anes Aten mcrae 22°34 
1, CR Sm ene te. DEO seas eee 
Ey LES Sistnasidtsscecr eosin I) ack 5 ae ae aacton Sanat cf | 
A ae cata eas amt: EN pices cA 48°0 \....° 12°86 : 
| SME ey ere bce aT MM atte ee 98°7 26°94 0338.. 4 26°25 
Sl Nake s..8 wile 106°5 28°46 
OPN O* HC) PrCrer 374°2 . 100°00 


Nitranisidine dissolves abundantly in boiling alcohol, the greater par 
crystallising out again on cooling. 

It dissolves readily in ether, especially when warm, and crystallises 
therefrom in long orange-yellow needles, 


Binitranisidine. 
C4N°H70" — CA dX?H°0O?, H3, 


Canours. WV. Ann. Chim. Phys, 27, 452; Ann. Pharm. 74, 306, 
Anisidine binitrique. 


Formation (p. 265). 
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Preparation. When ternitranisol is digested at a gentle heat with 
alcoholic hydrosulphate of ammonia, the liquid assumes a blood-red and 
afterwards a dark-brown colour, and finally solidifies. As soon as the action 
ceases, the liquid is heated to the boiling point, and evaporated to one- 
third, then supersaturated with dilute hydrochloric acid and filtered boiling 
hot. The clear brownish filtrate neutralised with ammonia becomes turbid 
and deposits dark red flakes, which are washed with water and dried in 


vacuo or over the water-bath. 


Properties. Crystallises from solution in hot alcohol or ether in dark 
violet needles. When precipitated by ammonia from the hydrochlorate, 
it forms a crystalline powder, sometimes red, sometimes violet, according 
to the concentration of the liquid. Melts at a gentle heat, and solidifies 
on cooling in a blackish violet radiated mass resembling cinnabar. 


Cahours. 
Ji Oe 84 SO Ow hicccat 39°34 
BEN Ba geen a 42 19:7 thet 19°43 
7 ls Reh a cs 7 2S? 25.5 3°35 
TORO eer 2s. 80 SW Patek earner 57°85 
CAENS Hi Or. Dl om «cal G0 O0mere, a0. 100°00 


Fuming nitric acid decomposes it rapidly, forming an orange-yellow 
resinous mass which dissolyes with deep brown colour in potash. 

It dissolves very sparingly in cold water, somewhat more readily in 
boiling water, forming an orange-yellow solution. 

Treated with excess of sulphuric, hydrochloric or nitric acid, it forms 
erystallisable salts which are decomposed by water, with separation of 
the base. 

It dissolves sparingly in cold, better in boiling alcohol; sparingly in 
boiling ether. 


Benzonitranisidide, 
C2N 2HRO8s a CH CUNO o H50?. 


Cattours. WV. Ann. Chim. Phys. 27, 456; Ann. Pharm. '74, 305; J. pr. 
Chem. 49, 271. 


Benzanisidide binitrique, Nitrobenzanisidide. 


Formation (p. 267). 


Preparation. Nitranisidine is gradually heated with chloride of 
benzoyl; and the mass which solidifies after the action ceases, is repeatedly 
treated with water, hydrochloric acid and alkaline water, to remove 
nitranisidine and benzoic acid, and dissolved to saturation in boiling 
alcohol. As the solution cools, the compound crystallises out almost 
completely. er 

Light brown needles, which melt at a gentle heat, and yolatilise at a 
higher temperature. 
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Cahours. 
Oe hn ee er ae 168 Se a ee 61°54 
A EE SRE 28 MORAY ee one 10°09 
LOVER scree 12 Ji ye a iy A tkssG 29) 
oo U) tne, teers 64 Sao nen see 23°80 
CBN2HVO8 9 272 «<4. 100°00._ tae 100°00 


Insoluble in water. 

Dissolves in gently heated oil of vitriol, forming a dark red-brown 
solution. 

Nearly insoluble in cold alcohol, but dissolves abundantly in hot 
alcohol, crystallising in needles on cooling. 

Dissolves but sparingly in boiling ether, and separates as a crystalline 
powder on cooling. 


Phenetol. 
CHO? = CH%0,C¥H°0. 


Canours. Compt. rend. 28, 586; J. pr. Chem. 47, 417.—N. Ann. Chim. 
Phys. 27,468; Ann. Pharm. 74, 814; J. pr. Chem. 49, 283.— 
Compt. rend, 32, 60; Ann. Pharm. 78, 225; Pharm. Centr. 1849, 
442, 75. 

Batty. Chem. Soc. Qu. J. 2,28; Ann. Pharm. 70, 269; J. pr. Chem. 
AT, 419. 


Phdndthol, Salithol, Carbolate of Ethyl, Carbolvinester.—Discovered simul- 
taneously by Cahours and by Baly in 1849. 


Formation and Preparation. 1. By heating carbolate of potash with 
iodide of ethyl in a sealed tube to between 100° and 120°, or by distil- 
ling carbolate of potash with sulphovinate of potash. (Cahours.) — 
2. By heating ethylsalicylate of baryta by itself or ethylsalicylic 
acid with baryta. Ethylsalicylic acid 1s added by drops to anhydrous 
baryta, as long as any action takes place; the product distilled; and the 
distillate washed with alkaline water to remove carbolic acid, then dried 
over chloride of calcium, and rectified. 


Properties. Transparent, colourless, very thin oil, lighter than water. 
Boils at 172° (Cahours), at 175° (Baly.) Has an agreeable aromatic 
odour. 


Cahours. Baly. 


16.0. amge 06 Rr 3/8 D8 + hea, 19°60 Vane Fer oU 
ip: Sarees LD Rint oO LO Saeid tive S°20 ane O47 
202 ot .. AIG ip: yohuiesld «c.8e £5°15.),. 44. 18:03 
LE Wes ct ae LUV UU sad, 100°00_.... 100°00 


Decompositions. 1. Phenetol is violently attacked by bromine, with 
evolution of hydrochloric acid and formation of an oil, which, after a few 
days, solidifies in a crystalline mass. This substance maybe crystallised from 
the solution and is found te consist of a number of substitution-produets. 


BINITROPHENETOL,. 271 


(Cahours, Baly.) Similarly with chlorine. — 2. It dissolves in fuming 
nitric acid, forming a liquid of a beautiful violet colour, which is destroyed 
by heating, binitrophenetol being then produced. (Baly.) It is violently 
attacked by fuming nitric acid; with an equal volume of the cold fuming 
acid, it forms a reddish liquid from which water throws down an oil, 
probably consisting of nitrophenetol, but not exhibiting a constant boiling 
point; when the liquid is boiled with a larger quantity of acid, binitro- 
phenetol is produced. (Cahours.) —3. Phenetol is not decomposed by 
boiling with potash-ley. 

Phenetol dissolves pretty readily in water. 

It dissolves in ot of vitriol, forming a conjugated acid which forms a 
erystallisable salt with baryta. 

Mixes readily with alcohol and ether. 


Binitrophenetol. 
C*N*H°0" = C!H'0,C"X?H"0, 


Canours. WV. Ann. Chim. Phys. 27,465; Ann. Pharm. 74, 815; J. pr. 
Chem. 49, 284. 

Baty. Chem. Soc. Qu. J. 2,28; Ann. Pharm. 70, 269; J. pr. Chem. 
47, 419. 


Binitrophanithol, Dinitrosalithol, Binitrocarbolvinester. 


Phenetol is gradually mixed with an equal volume of fuming nitric 
acid and heated for a while to the boiling point, whereupon the dark 
brown liquid gradually becomes lighter, and on addition of water 
yields a yellow oil which soon becomes buttery and at length solidifies 
completely. The solid mass is repeatedly washed with water, pressed 
between paper, dissolved in boiling alcohol, and the solution left to cool. 
(Cahours, Baly.) 

Yellow needles very much like binitranisol. When cautiously heated 
in small quantities, it sublimes without decomposition. (Cahours, Baly.) 


Cahours. Baly. 


TO tees PUO Se AU CO, Sen SEs ke wa 40 40 
Aatee) Wteahten pn Me: a ge hale bey 13°03 
BFE TEM. aae.. SUE CSTs FANS 40S Bw 83°77 
RO eee voces oA ere. Ud a ice uae eae 38°23 
PCS HS GRY eae 212 LOOS00 © secssnes 100°00 


The compound appears to contain an admixture of ternitrophenetol. 
(Baly.) It appears to be converted into ternitrophenetol by boiling 
with excess of fuming nitric acid. 

With hydrosulphate of ammonia, it yields nitrophenetidine. 
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Nitrophenetidine. 
ClN?2H08 — C18N X H!80?, 


Canours. Loe. cit. 


When sulphuretted hydrogen and ammonia are passed simultaneously 
through an alcoholic solution of binitrophenetol,*sulphur is separated and 
nitrophenitidine remains dissolved in the alcohol. 

Crystallises in brown needles resembling nitranisidine. 


Cahours. 
Vi eters oO OO Tee Se eae 52°60 
QIN tae cre: 28 15°39 
10°F se eee 10 S45 .. 5-41 
GUase 48 26°38 


CENZHYO* belo 0100 


Forms crystallisable salts with sulphuric, hydrochloric and nitric acid. 

Acts violently on chloride of benzoyl when heated with it, and forms 
a body which is very sparingly soluble in alcohol, and crystallises there- 
from in small needles on cooling. 


Phenamylol. 
CeO) the— er eerie) 


Canouns. Compt. rend. 82, 61; Ann. Pharm. 78, 227; Pharm, Centr. 
1851, 166. 


Carbolate of Amyl, Carbolmylester. 


Obtained by heating carbolate of potash with iodide of amyl to 

between 100° and 120° in a sealed tube. 
Transparent, colourless oil, boiling between 224° and 225°, and haying’ 

an agreeable aromatic odour. e 

It is violently attacked by nitric acid and converted into a heavy oil 
which forms a crystallisable base with hydrosulphate of ammonia. 

It dissolves in oil of vitriol, forming a red solution which is not pre- 
cipitated by water, and forms a crystallisable salt with carbonate of 
baryta, 


Appendix to Salicylic Acid. 
Ampelic Acid. 


Laurent. (1837.) Compt. rend. 4, 911.—Ann. Chim. Phys. 64, 825; 
Rev. scient. 6, 70; J. pr. Chem. 11, 418; Pharm. Centr. 1887, 522. 


Formation. By the action of nitric acid on the portion of shale-oil 
which boils between 80 and 100°, or on the portion of coal-oil which boils 
between 130 and 160°. 
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Preparation. When that portion of coal-oil which boils between 
130° and 160° is heated with commercial nitric acid, strong effervescence 
takes place; and if the addition of nitric acid be continued as long as 
red vapours escape, a slightly coloured solution is obtained together with 
a yellowish oil (the greater part of this oil is however carried forward 
with the vapours). The solution when evaporated, deposits crystals of 
picric acid, and yellow flakes which are partially separated by one or two 
erystallisations. The mother-liquor is neutralised with ammonia (potash 
would perhaps be preferable); the solution evaporated nearly to dryness; 
and the residue treated with alcohol, which dissolves the ampelate, 
leaving the greater part of the picrate undissolved. On evaporating the 
solution, digesting the residue in cold alcohol, again evaporating, dissolv- 
ing the residue in water, and adding hydrochloric acid, a white flocculent 
precipitate of ampelic acid is produced, while traces of picric acid 
remain dissolved. The precipitate is washed and dried. 


Properties. White. Separates from solution in hot alcohol or ether, 
in the form of a powder which has scarcely any crystalline character; 
inodorous, Melts below 200°, and distils undecomposed. — Reddens 
litmus. 


bets (ora. eee: 84 GOR Te foe, sate 60°90 
ia) owen 6 Ape ties 4°4 
TORO 61,2. cue Rene 48 34°78. aes 35°6 
CPEGEOS oy cesta Loot ee SL OULOU® aakecan 100°0 


Insoluble in cold, sparingly soluble in boiling water. 

Dissolves in warm oid of vitriol, and is precipitated therefrom without 
alteration by water. 

The ammonia-salt precipitates the salts of baryta, strontia and mag- 
nesia ; with chloride of calcium, it forms at ordinary temperatures a 
white precipitate, which is not produced at higher temperatures; on 
cooling however the mixture deposits crystals. With acetate of nickel 
a greenish precipitate is formed; with acetate of lead, a white; with 
cupric acetate, a greenish blue, and with nitrate of silver a white precipi- 
tate. 100 pts. of the silver salt contain 4°46 pts. of silver, 

The acid dissolves pretty readily in alcohol and ether, 


Oxybenzoic Acid. 


Geruanp. (1853.) Ann. Pharm, 86, 143; 91,189; Pharm. Centr: 
1854, 829. 


Formation. (p. 144). 


Preparation. Nitrous acid is passed into a hot aqueous solution of 
amidobenzoic acid (p. 143) as long as bubbles of nitrogen continue to escape; 
on cooling, oxybenzoic acid crystallises out, and nay be purified by boiling 
with water and animal charcoal. 


Properties. Separates from the hot aqueous or alcoholic solution in 
the form of a colourless or yellowish crystalline powder. Melts at a 
VOL. XII. T 
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higher temperature and distils without alteration; volatilises even when 
the aqueous solution is boiled, passing over with the watery vapours, 
which deposit it on colder objects in needles having a strong lustre. — 
Reddens litmus strongly. Does not colour ferric salts. 


Gerland. 
14:0 sic dioition S4. fie? GOST sane 60°99 
es Eee ae 0. ia. Stes 1 ete 4°56 
GB GF chutes Uo Ba oat ew ern. 34°45 
CHHf0O08 | asics 138. 42 100°00 9 dia 160°60 


Decompositions. 1. When suddenly heated, it yields hydrate of 
phenyl and carbonic acid; and this decomposition takes place completely 
on heating the compound with excess of hydrate of lime. — 2. With 
nitric acid of sp. gr. 1°36, it gives off nitrous acid even at ordinary 
temperatures, and forms nitroxybenzoic acid. 


Combinations. The acid dissolyes sparingly in cold, abundantly in 
boiling water. 

It expels carbonic acid from its compounds, and neutralises the 
alkalies. The alkaline oxybenzoates are easily soluble and difficult to 
crystallise; the oxybenzoates of the alkaline earths are less soluble and 
crystallise in needles. Those of the heavy metallic oxides are insoluble 
m water. 

Oxybenzoate of lead is colourless. 


Gerland. 
UO) Fe or ister TES ace, ee ete 46°99 
C#HEO5......., 129°0 dh °53‘62 


CHH PbOS...,. 240°8 .... 100°00 


The acid dissolves sparingly in cold, readily in hot alcohol. 


Sulphosalicol. C¥lH*03,S". 
Canours. Compt. rend. 25, 458. 
Thiosalicol. 
When an alcoholic solution of salicylimide is saturated with sulphu- 


retted hydrogen, a white powder separates which may be washed with 
alcohol. — Colours ferric salts violet. Dissolyes in alkalis, 


SULPHOSALICYLIC ACID. 215 


f. Sulphosalicylic Acid. 
CHH*S?0" = C¥H*0%,280°. 


Canours. WV. Ann. Chim. Phys. 18, 98. 
QO. Menpivus. Ann. Pharm. 108, 39. 


Discovered by Cahours; more particularly examined by Mendius. 
Formation. By the action of anhydrous sulphuric acid on salicylic acid. 


Preparation. Perfectly dry salicylic acid is exposed to the vapour of 
anhydrous sulphuric acid in a capacious flask, cooled externally by water 
to prevent excessive rise of temperature. The crystals then become 
covered with a yellowish, transparent, viscid film, and by degrees the 
greater part of the acid is converted into a brownish gummy mass which 
envelopes the still unaltered crystals and protects them, to a great extent, 
from further action, so that, to render the transformation complete, a very 
large excess of anhydrous sulphuric acid is required. It is best therefore 
to stop the process when the action becomes very slow, dissolve out the 
sulphosalicylic acid by a small quantity of water, leave the liquid to cool, 
so that the remaining salicylic acid may be rendered nearly insoluble, 
saturate the filtrate with carbonate of baryta, with the aid of heat, and 
filter while still hot to separate sulphate of baryta. The solution on 
cooling deposits the greater part of the sulphosalicylate of baryta in 
crystals, the remainder of which may be obtained from the mother-liquor 
by repeated evaporation and crystallisation, and the crystals may be 
further purified by recrystallisation from hot water. — From the baryta- 
salt the free acid may be obtained by treating the solution, either with 
the exact quantity of sulphuric acid required to precipitate the 
baryta,— or by adding a slight excess of sulphuric acid, afterwards 
removing it by digestion with carbonate of lead, and precipitating the 
dissolved lead with sulphuretted hydrogen. — Or, again, the crude solu- 
tion of sulphosalicylic acid and sulphuric acid may be treated at once 
with carbonate of lead, and the lead precipitated by sulphuretted hydro- 
gen. — The solution of sulphosalicylic acid obtained by either of these 
methods may be evaporated without decomposition, even over the open fire; 
but to obtain distinct crystals, the concentrated solution must be left to 
evaporate over oil of vitriol; and to free the crystals from the red mother- 
liquor which adheres to them, they must be placed on a filter and left to 
stand over absolute alcohol, the vapour of which condenses on the crystals 
and carries the mother-liquor through the filter. (Mendius.) 


Properties. Long, thin, silky needles radiating with great regularity 
from a centre; under the microscope, they present the appearance of 
irregular six-sided prisms, but without well-defined terminal faces. 
Melts at 120°, without decomposition and formsa radiated mass on cooling. 


Mendius.) 


Decompositions. 1. The acid heated above 120° turns brown and 
decomposes, yielding hydrate of phenyl and a crystalline sublimate of 
salicylic acid [and giving off carbonic acid. 7], 2. It is not decomposed by 
heating with nitric or hydrochloric acid; but when it is boiled with a 
mixture of the two, the liquid becomes red and turbid and deposits on 

Te 
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cooling yellow crystalline flakes of chloranil (xi, 196). —3, Sulphosalicylic 
acid heated with excess of sulphuric acid appears to yield bisulphocarbolic acid (xi, 168) : 


C“4H°0',2S0? + 280% = C¥H%O?,4S0% + 2CO?. 


The gummy mass obtained by the action of anhydrous sulphuric on salicylic acid, was 
heated till it blackened and began to decompose, then treated with water, and the solution 
partially decolorised by digestion with carbonate of lead and subsequent precipitation of 
the lead by sulphuretted hydrogen. The filtrate neutralised with carbonate of baryta 
yielded when concentrated, a brown insoluble baryta-salt ; and after the whole of this 
had been removed by repeated evaporation, the solution yielded with alcohol, a bulky, 
nearly white precipitate, which however turned brown in drying with the exception of a 
small portion. This latter was found to contain 37°05 p. c. barium, the formula of 
bisulphocarbolate of baryta requiring 35°2 p.c. and that of the sulphosalicylate, 38°8 
p. c., whence it appears probable that the salt analysed was a mixture of sulphosalicylate 
and bisulphocarbolate of baryta. (Mendius.) [Was any evolution of carbonic acid 
observed in the reaction ?] {, 


Combinations. ‘The acid dissolves in water in all proportions, and 
absorbs moisture from the air. 

It is a bibasic acid, forming neutral salts, C''H*M*S?O”, and acid 
salts, CH°MS?O”. The neutral salts are obtained, either by decomposing 
the solution of the baryta-salt with the corresponding carbonates or 
sulphates, or by saturating the free acid with the oxides or carbonates. 

The sulphosalicylates give off their water of crystallisation between 
180° and 200°, but most of them bear a much higher temperature without 
decomposition. The neutral salts when subjected to dry distillation, give 
off phenylic alcohol; the acid salts yield in addition a sublimate of 
salicylic acid. They are all more or less soluble in water, but insoluble 
in alcohol and ether. The solutions impart to ferric salts a deep violet 
colour, but more inclining to red than that produced by salicylic acid. 
( Mendius.) 


Sulphosalicylate of Ammonia.—Very unstable. Its solution when heated or left 
to evaporate spontaneously, quickly turns brown and gives off ammonia, and cannot be 
made to crystallise. By evaporation to dryness over the water-bath, a brown laminated 
mass is obtained, from which alcohol extracts a brown substance, but does not deposit it 
again on cooling (Mendius). 


Sulphosalicylate of Potash.—a. Neutral or Brbasic, — Prepared by 
decomposing the baryta-salt with carbonate of potash, evaporating the 
filtrate to dryness, and crystallising from hot alcohol. — Small crystals 
generally without lustre, and arranged in branched groups, among which 
a few oblique prisms with dihedral summits may be distinguished. The 
salt is very soluble in water, forming a neutral solution, permanent in the 
air. Dissolyes very sparingly in alcohol and ether. The crystals give 
off 10°45 p.c. (4 At.) water at 180°. 


Crystallised. Mendius, 
C}HIS-OUE, (haut 216:Oe.. spl 5 3g, 
CA (Ene ONES SOE ere 78°4 23°73 23:3 
Zig 518 ee: Geviee t Pateh porn 36°0 | eet 10°58 


CHH4K?S2O” + 4Aq... 330°4 .... 100°00 


Acid or Monobasic. — Obtained by neutralising the free acid with 
carbonate of potash, and mixing the solution with another equal quantity 
of the acid. Crystallises from the hot concentrated solution in rather 


SULPHOSALICYLIC ACiD. 27% 


large spherical groups, consisting for the most part of very slender needles, 
The crystals when collected form a very light mass having a strong silky 
lustre. The crystals give off 12°14 p.c. In the moist state they easily 
turn red in contact with the air. They dissolve very readily in water 
but are insoluble in alcohol. 


Crystallised. Mendius. 
eS). wean ke 21 Un ea as 
jo Sn eee ene OO Ate ite oS. tt reatias 13°43 
APEC) ne. aoc amuckoi 36°0 1s i ernie 12°14 


CHEPKS202 + 4Aq.... 292°2 .... 10000 


Sesquibasic. — Crystallises from a mixture of the neutral salt with a 
quantity of the free acid smaller than that already contained in it, in 
very thin, light, radiating crystals having a strong silky lustre. ‘They 
give off from 3°3 to 3:4 p. c. (2 At. water) at 200°. 


Crystallised. Mendius. 
«Ae iP eR RU een RL 168°0 29°52 
oh ts Oe are Mia eg crit enn ein ies aes a0 ae 1°58 
A AS ae de ART RR oa ah os ZU Oe aU ote 2004 
ig bal ene Peg Raton Sige eee eer Pree 64:0. pe pe: te A 11: 6 
NM eR cdr hiv neces avsphin dane aie sasotinin 192-0 33°69 
eR Moree Scena ss enncat condedoctvsatortnetettaoss 29:0 Siok. isis. 3° 3 x 4 


BE h20-O! OUP KS O¥ + Aq... 569°6? ..... 100:00 


Sulphosalicylate of Soda.—a,. Neutral. — Prepared like the potash- 
salt. Small, well defined, transparent and colourless crystals, having a 
strong glassy lustre, and the form of irregular six-sided prisms, sometimes 
with one oblique terminal face, sometimes with two, set at different angles. 
They are permanent in the air at ordinary temperatures; give off from 
16 to 17 p. c. water (6 At.) at 200°; and when heated on platinum-foil, 
take fire and leave a carbonaceous residue. The salt is very soluble in 
water and forms a neutral solution; it is insoluble in alcohol and in 
ether, both of which liquids precipitate it after a while from the aqueous 
solution in crystalline flakes. 


Areue:. Mendius. 
RE Mira eaten 84°0 Se UO ener: 32°13 
AE ELM eso stinci ti oeaeats 4:0 LETS Ms stece 93 
BRINGS ciistas ssccaeess 46°4 Agr eae. L759 
SES RET Arist ant coss S230 74 a ae 12°60 
LO Poe Mets) 96°0 BD 704 Me is: aoe AS) 
CTI Nas Oe weeo2 Ae ie 100°00: “83 100°00 
Crystallised. Mendius. 
CHAS OO .7.scieesmeresses aL 6 ORE 08°30 
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CP H*Na’S°O" + 6Aqe25.. 316°48 5.110000 
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6. Acid.-—Prepared like the acid potash-salt. Very light, thin 
rhombic laminw, having a silky lustre and permanent in the air. Give 
off 12°8 p.c. (4 At.) water at 180°. Easily soluble in water, sparingly 
in alcohol, 


Crystallised, Mendius. 
Fe ee cata teets 21770 
re as co saeiustanasiernis 2 a Wt i: BESO oe 
CT & Papeete Gy men | OR ae a9? = 1 eee 13°05 i238 


C4HSNaS2O” + 4Aq.... 276°2 


Sulphosalicylate of Potash and Soda. — Obtained by neutralising the 
acid potash-salt with carbonate of soda. From a very concentrated hot 
solution, it crystallises on cooling in small rectangular prisms bevelled 
with two equally inclined faces, and having a strong silky lustre. Soluble 
in water, but insoluble in alcohol and ether. They give off 20°48 p.e. 
(8 At.) water at 200°. 


Crystallised. Mendius. 
OS oa tastscee tee 216°0 
| BRO a recep rete ier Eo OOo - PM RNeY Dis, 44D 
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CHHtAKNaS’OF + 8Aq..., 350°4 


Sulphosalicylate of Baryta. —a.— Neutral. — Preparation, (p. 275.) — 
Forms three different kinds of crystals, all of which have however the 
same composition: a. Soft light silky needles, either united in concen- 
tric groups; orif very gradually formed, in larger tuft-like or sheave-like 
groups. This was the usual form of the first crop of crystals from the 
hot aqueous solution.—(@.) Small hard crystals mostly in concentrie 
groups, and having their free extremities acuminated with four faces, set 
at unequal angles on the four lateral faces of an oblique prism. These 
were obtained only in one preparation. The hot filtrate of the baryta-salt 
solidified on that occasion into a compact jelly which yielded, by recrystallisation, very 
soft light needles; and when these were dissolved in the smallest possible quantity of 
water, for the purpose of decolorising them, a considerable quantity of the salt separated 
out as soon as the liquid boiled, and to redissolve it, a larger quantity of water was 
required. This solution on cooling yielded the hard crystals just mentioned. — 
cy. Small soft roundish nodules, which under the microscope appeared to 
be composed of small concentrically grouped needles. These were 
obtained from the mother-liquors after repeated evaporation. <All these 
crystals contained about 13 percent. (6 At.) water, of which 5 At. were 
given off at 150° and the remainder between 180° and 2u0°. The salt 
sustains a tolerably high temperature without decomposition, but when 
more strongly heated, it chars and gives off hydrate of phenyl. It 
dissolves sparingly in cold, readily in hot water, but is perfectly insoluble 
in alcohol and ether. 


At 200° Mendius, 
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eee Lease Mendius. 
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Sulphosalicylic acid does not appear to be capable of taking up more than 
2 atoms of a base. Hot concentrated solutions of the preceding salt and caustic 
baryta mixed together, did not yield any crystals on cooling ; and on adding alcohol to 
the clear solution left after all the excess of baryta had been removed as carbonate by 
exposure to the air, a fine light powder was thrown down, still exhibiting the compo-~ 
sition of the bibasic salt (Mendius). 


b. Acid. — Obtained by precipitating the baryta from a portion of 
the salt @ with sulphuric acid, and mixing the filtrate with an equal 
portion of the same salt. Crystallises in well defined, oblique, irregular 
six-sided prisms, perfectly transparent, having a strong glassy lustre, 
and permanent in the air. At 200°, they give off 11:17 p.c. (4 At.) 
water. They dissolve readily in water, but are insoluble in alcohol 
or ether, 


Crystallised. Mendius. 
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C¥H5BaS2O? + 4Aq.... 317°6  ... 100°00 


Sulphosalicylate of Lime. — The hot aqueous solution of the acid, 
saturated with carbonate of lime, yields very small, light, silky needles 
united in hemispherical groups. They give off 6-43 p.c. (2 At.) water 
at 200°, They are soluble in water, but insoluble in alcohol and ether, 
which indeed precipitate the salt from its aqueous solution, 


Crystallised. Mendius. 
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CHH1Ca2S?O2 + 2Aq... 274... 160°00 


Sulphosalicylate of Magnesia. — Prepared like the lime-salt. Crys- 
tallises in rather long rectangular prisms irregularly crossing each other; 
they have but little lustre, which they lose when exposed to the air. 
At 200°, they give off 18°24 p.c. (6 At.) water. The salt is so very 
soluble in water that it can be crystallised only by evaporation of a 
concentrated solution over oil of vitriol; it is insoluble in alcohol. The 
solution forms with phosphate of soda an immediate precipitate, but if 
ammonia and sal-ammoniac be previously added, the precipitate forms 
only on boiling, and partially redissolves on cooling. 


Crystaliised. Mendius. 

bik 5 wyotg OL rree, oP rete oi 216 73°44 
Py Seo See 24 S16 Mien 8°10 
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CUH*M??S"0" + 6Aq.... 294 .... 100°00 
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Sulphosalicylate of Zine. — Obtained by decomposing the baryta-salt 
with sulphate of zinc. Resembles the magnesia-salt in crystalline form, 
solubility, and the change which it undergoes on exposure to the air. 
May be set on fire and burns with a bright light. Gives off 16°03 p.c. 
(6 At.) water at 200°. 


Crystallised. Mendius. 
CES tO tl 2 Saorecesttesteesh CLG) ua Uses 
AA NO CAR AEE EG se i Ae ep Pera pa 4k) iuar-wlh A 13°43 
CSEUOD Seer bas'  onercbn vapne cate 54°0 1 bp oe wenn 12°14 


C4HtZr?S"OP + 6Aq.... 3344... 100°00 


Sulphosalicylate of Lead. — The hot aqueous acid saturated with 
carbonate of lead, yields small, indistinct, round nodules, The salt melts 
when heated and swells up; may be set on fire and continues to glow. 
Sparingly soluble in water, insoluble in alcohol, which precipitates it in 
flakes even from a dilute aqucous solution, 


Mendius. 
CHHAS2O! on... 216 ‘ers ED LO 
QeP bi tras vers. ataaes 9072. --\n.. PABOG™ wade 45°70 tee 49°05 
CHH#Pb?S-O8F ,....... 423°2 100:00 


Sulphosalicylate of Copper. —a. Basic, — Recently precipitated cupric 
hydrate, digested in excess with the aqueous acid, forms a solution of an 
intense olive-green colour, which refuses to crystallise, but when evapo- 
rated over the water-bath, leaves a heavy bright green powder covered 
with a viscid varnish. This residue is completely insoluble in alcohol, 
but water dissolves the varnish, forming an unerystallisable, strongly acid 
solution. — The green powder which, under the microscope, presents the 
appearance of small stellate needles, is a basic salt, which gives off 9:06 
p.c. (4 At.) water at 180°. 


Green powder. Mendins. 

CVIUSIO® ia. aloo iat 2160p as eoF208 
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b, Neutral. — Obtained by decomposing the baryta-salt with sulphate 
of copper. The filtrate highly concentrated and left to evaporate in 
vacuo, deposits green cauliflower-like masses which exhibit a crystalline 
structure under the microscope. Permanent in the air, very soluble in 
water, sparingly soluble in alcohol, the small quantity dissolved in the 
hot liquid separating again in the form of a jelly on cooling. 


At 180°. Mendius. 
C4 ICO ie iliwrsecons lO a0, Puasa atc 
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Sulphosalieylate of Silver. — Obtained by adding recently precipitated 
oxide of silver in excess to a hot solution of sulphosalicylie acid, which 
quickly dissolves it. The hot concentrated solution solidifies on cooling, 
into a stiff jelly, which disappears after some time, the salt falling to 
the bottom in the form of a heavy powder, composed of perfectly 
rounded spherules, which when crushed, exhibit under the microscope 
an appearance of crystallisation. The salt gives off 3:9 p.c. (2 At.) 
water at 150°, melts at a higher temperature, and decomposes with 
strong intumescence. It dissolves sparingly in cold, readily in hot 
water, but is insoluble in aleohol. The solution boiled for some time 
deposits metallic silver. 


Crystallised. Mendius. 
GEES o.com DLO 48 
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Sulphosalicylic acid dissolves in all proportions in edeohol and in ether, 


(Mendius. ) 


{. Sulphosalicylate of Ethyl. 
C?2HUS2O — 20 He, Ce ris Oe. 


Menvius. Ann. Pharm. 108, 62. 


Preparation. Perfectly dry sulphosalicylate of silver is agitated 
with an equivalent quantity of iodide of ethyl, either in a sealed tube 
or inan open flask; and after the action, which is attended with moderate 
evolution of heat, has extended throughout the entire mass, the product 
is exhausted with ether and the ethereal solution left to evaporate at a 
gentle heat; any excess of iodide of ethyl then escapes together with the 
ether, and sulphosalicylate of ethyl remains in the form of crystalline 
crusts, which remain moist and gummy even after standing for some 
time; it may be purified by recrystallisation from a small quantity of 
warm alcohol. The formation of this compound is represented by the 
equation: 


CHHIAgS'OR + 2C4HPI = 2Agl + CUH(C!HS)?S20”, 


It is not produced by passing hydrochloric acid gas into an alcoholic solution of the 
acid. 


Properties. Small, dazzling white, silky crystals, which under the 
microscope, look very much like the ordinary crystals of sulphate of 
lime. They are soft to the touch and become soft *and kneadable lke 
wax, even by pressure between the fingers. ‘The compound melts with- 
out decomposition at 56°, and remains soft and pasty even after cooling 
considerably below that temperature. It melts under water at the same 
temperature, and may be distilled over unaltered with the water. It is 
perfectly neutral, both to litmus and to carbonate of soda, 
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Mendius. 
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When an alcoholic solution of the compound was heated for two or three hours 
in a sealed tube with alcoholic ammonia, and the alcohol afterwards distilled off, a brown 
syrup remained, which was soluble in water, insoluble in ether, had an ammoniacal 
odour and neutral reaction. 


_ Sulphosalicylate of ethyl is insoluble in water, but dissolves readily 
in alcohol and in ether; from the alcoholic solution it is precipitated by 


water: (Mendius.) 4. 


Oxygen-nucleus C¥HEO%, 


Anhydrous Salicylic Acid. 
C#H505 — CEHPO*.O?. 


GeruARpT. WV. Ann. Chim. Phys. 87, 822; Ann. Pharm. 87, 158; 
J. pr. Chem. 61, 800. 


Salicylic Anhydride, Salicylic Salicylate, Salicylate of Salicyl. 


Produced by the action of chlorophosphoric acid on dry salicylate of 
soda. The action is always attended with evolution of hydrochloric acid, even when 
the two bodies are mixed in equivalent proportions (1 At. chlorophosphoric acid to 6 At. 
salicylate of soda), salicylide being formed at thesame time. The product is very 
hard and adheres closely to the vessel, but when heated with water, it 
becomes soft and tenacious and solidifies after some time only. Boiling 
alcohol extracts anhydrous salicylic acid from it, and the solution on 
cooling yields a thick oil which solidifies after some time. The solution 
in boiling ether yields the acid on cooling, in the form of a flexible mass. 
With boiling water it yields salicylic acid; with alkalis, a salicylate. 


Acetic Salicylate. 
C8H808 — C#H°O®,C*H°03, 


Chloride of acetyl (C*H°0’Cl), acts violently at ordinary tempera 
tures on salicylate of soda, the mixture first becoming liquid but solidify- 
ing after a short time. The product treated with a dilute solution of 
carbonate of soda, froths up and yields salicylate and acetate of soda. 
(Gerhardt.) 
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Benzoic Salicylate. 
OHCs —_ Oe CAO 
Benzosalicyise Anhydride, Anhydrous Benzo-salicylic acid. 
Produced by the action of chloride of benzoyl on salicylate of soda. 
Flexible mass difficult to purify. Boiling water converts it into 


hydrated benzoic and salicylic acids. When heated, it yields benzoate of 
phenyl and bodies soluble in potash. (Gerhardt.) 


Appendia. 
Salicylide. C™H*0O*. 
GerHarpt & Soconorr. (1852.) WN. Ann. Chim. Phys. 37, 323; 
Ann. Pharm. 87, 159; J. pr. Chem. 61, 300. 
Produced by the action of chlorophosphoric acid on salicylate of soda, 
and contained in the residue which is insoluble in boiling alcohol. 
ACHHENaO* + POAC = 2C¥HPO®. + C4404 +7 NaCl + 3Na0,P05 + 2HCl. 


White amorphous powder, not attacked by boiling water, sparingly 
soluble in boiling alcohol, insoluble in ether. Melts to a transparent liquid 
when heated, and remains transparent after solidification. — With potash- 
ley, it rather quickly forms salicylate of potash. It is slowly altered by 
boiling with caustic ammonia, but remains unaltered when boiled with 
carbonate of soda. 


Thio-nucleus C%H"(SO*). 


Thiotoluol or Sulphotoluol. 
Oe — Cli ( SO). 
Devitte, WV. Ann. Chim. Phys. 3, 172. 
Produced in very small quantity by the action of fuming sulphuric 


acid on toluol, and remains in shining crystals when the sulphotoluic acid 
is dissolyed out of the resulting crystalline mass (p. 230). 


Oxyiodine-nucleus C4l HO. 


Todosalicylous Acid. 
CPrHAO2 = Oi"? 0% 


Léwia., (1835.) Pogg. 36, 403; Pharm. Centr. 1836, 62, 
Todide of Spiroyl, Iodide of Salicyl. 


ba ° e 6 ° ° e & 
When bromospiroylous or chlorospiroylous acid is heated with iodide 
of potassinm, iodosalicylous acid sublimes. 
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Solid, dark brown, easily fusible mass, which with water, alcohol, 
ether, and salifiable bases, exhibits reactions similar to those of bromo- 
salicylous or chlorosalicylous acid. 


Oxybromine-nucleus C4Br3I150?. 


Bromosalicylous Acid. 
C“BrH*0* = C“BrH%02,02. 


PAGENSTECHER. (1834.) Repert, 49, 345. 

Léwie. Pogg. 36, 401; Pharm. Centr. 1836, 63. 

Piria. Ann. Pharm. 30, 171; Ann. Chim. Phys. 69, 281 5° Pharm. 
Centr. 1839, 375. 

Lowie & WreipMANN. Dogg. 46, 57; Pharm. Centr. 1839, 1381. 

Herter. J. pr. Chem. 382, 65; Pharm. Centr. 1844, 598. 

BrerTAGNINI. Ann. Pharm. 85, 196. 


Bromide of Salicyl, Bromide of Spiroyl, Bromospiroylous acid, 


formation. By the action of bromine on salicylous acid at ordinary 
temperatures (p. 338). 


Preparation. 1, When bromine is brought in contact with salicylous 
acid, the mixture becomes very hot, hydrobromic acid is evolved, and on 
cooling, the whole solidifies in a crystalline mass, which may be purified by 
crystallisation from alcohol. (Lowig, Piria.) Lowig & Weidmann allow 
the vapour of bromine to act upon the acid at ordinary temperatures, in 
a bottle filled with bromine-vapour, for example. —2. Aqueous salicy- 
lous acid is shaken with bromine-water, and the flakes which separate 
are purified by keeping them in the melted state over the water-bath as 
long as hydrobromic acid continues to escape. (Léwig.) —38. Bromine is 
added, not in excess, to the alcoholic solution of salicylous acid; and the 
mixture immediately diluted with a large quantity of cold water; 
a resinous body is then precipitated which instantly solidifies, while 
flakes continue to float i the liquid. The resinous body is dissolved in 
alcohol, and on leaving the solution to evaporate spontaneously, bromo- 
salicylous acid crystallises out first. (Heerlein.) 


Properties. Small colourless needles. (Piria, Léowig & Weidmann.) 
Yellowish crystals which look like square prisms when examined by the 
microscope, but have a woolly aspect when seen in mass. (Heerlein.) 
Melts at the heat of the water-bath, forming a colourless liquid which 
solidifies in the crystalline form. May be sublimed without decompo- 
sition. Volatilises undecomposed when boiled with water. (Loéwig.) 
Smells like benzoin. The alcoholic solution decolorizes litmus and indigo. 
(Heerlein.) 


Léwig. Piria. Wer Heerlein, 
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The alcoholic solution saturated at the boiling heat with sulphuretted 
hydrogen, assumes a reddish colour and precipitates sulphur. The 
absorption is accelerated by addition of ammonia. Water then precipi- 
tates sulphide of bromosalicene. (Heerlein.) 

With ammonia and salifiable bases, the acid behaves likes chlorosali- 
cylous acid. 

The alkaline bromosalicylites are less soluble in water [than the chloro- 
salicylites?}. The baryta-salt contains 28°46 p. c. (1 At.) of baryta. 
(Léwig & Weidmann.) 

With bisulphite of potash, the acid forms a compound which crystal- 
lises in needles, and with bisulphite of soda, small aggregated needles. 
Both compounds dis:olve readily in water and are decomposed by heat or 
by the action of acids. 

Insoluble in water, Dissolves readily in alcoho! and ether. 


Bromosalicylic Acid. 
Cor Oo = Ge brlu",0>, 


Geruarpt. (1842.) N. Ann. Chim. Phys. 7, 217; Rev. cient. 10, 216; 
Ann. Pharm. 45, 21; Pharm. Centr. 1848, 169. . 

Canours. V, Ann. Chim. Phys. 18,99; Ann. Pharm, 52, 342; J. pr. 
Chem. 35, 90; Pharm. Centr. 1845, 884. 


Acide Monobromosalicylique, Bromsalicylsiéure. 
formation. By the action of bromine on excess of salicylic acid. 


Preparation. Pulverised salicylic acid is gradually triturated with a 
quantity of bromine, such that part of the acid remains unaltered ; the 
brown gummy mass is washed with small quantities of cold alcohol, which 
extracts the unaltered acid; the residue dissolved in boiling alcohol; and 
the solution left to evaporate. 

Colourless prisms having a strong lustre, and somewhat like salicylic 
acid; they melt when slightly heated, 


Gerhardt. Cahours. 


Lk Cre peer CAR nO (0) evceoias OO eee cease af os 
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Decomposed by dry distillation. When distilled with fine sand and 
a small quantity of baryta, it yields thick vapours, condensing into a 
reddish liquid, which, by repeated distillation with sand and baryta, 
yields bromocarbolic acid: 


C4BrH°O% = C2BrH50? + 2C02. 


Bromosalicylic acid dissolves but very sparingly in water, even at the 
boiling heat. With ammonia, potash and soda, it forms crystallisable 
salts, which are less soluble in water than the salicylates. —It colours 
ferric salts red, like salicylic acid. 

It dissolves pretty readily in alcohol and ether, especially when 
warm, 
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Methylbromosalicylic Acid. 
CBr? =. Oh? Cr ari G:, 


Canours. (1844.) WN. Ann. Chim. Phys. 10, 339; Pharm. Centr, 
1844, 437. 


Salicylate de methyle monobromé, Methylbromsalicylsdéure, Bromsalicylformester. 


When bromine is slowly dropped into methylsalicylic acid kept as cold 
as possible, and the mass which solidifies on cooling is freed from hydro- 
bromic acid by washing with weak alcohol, and dissolved in boiling alcohol 
of 36°, the liquid as it cools deposits shining crystalline laminz of methyl- 
bibromosalicylic acid, an additional quantity of which is obtained from the 
mother-liquor on cooling, after evaporation to one-half. The remaining 
mother-liquor however yields by further evaporation, crystals of methyl- 
bromosalicylic acid, which may be purified by three ecrystallisations from 
alcohol or by sublimation. 

Silky needles having a peculiar odour and melting at 55°. Sublimes 
without decomposition, 


Cahours. 
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The acid dissolves in hot potash-ley, forming bromosalicylate of potash. 
In contact with ammonia, it disappears after some time only. Mineral 
acids added to the solution throw down white flakes, which crystallise 
from hot alcohol. The ammoniacal solution, evaporated and subjected 
to dry distillation, yields, first ammonia and then salhydramide. Distilled 
with cyanide of mercury, it forms a compound in which the bromine is 
replaced by cyanogen. 

With cold strong potash-ley, it forms a compound similar to that 
which is formed by methylsalicylic acid, and very soluble in acetic acid; 
the solution mixed with water, exhibits a milky turbidity, and after a 
while deposits the unaltered substance in needles haying a silky lustre. 

Dissolyes in alcohol and readily in ether. 


Eithylbromosalicylic Acid. 
OF DE tee. Bring. 
Canours. (1844.) WV. Ann. Chim. Phys. 10, 341. 
Produced by the action of bromine on ethylsalicylic acid, the latter 


being in excess. Dissolves very easily in alcohol, and crystallises there- 
from in slender needles, very much like methylbromosalicylic acid, 
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s 


Sulphide of Bromosalicene. 
Or bros C’brH 0s! 


HEERLEIN. (1888.) J. pr. Chem. 32, 68; Pharm. Centr. 1844, 599. 


Sulphuretted hydrogen is passed to saturation through a boiling 
solution of bromosalicylous acid, (the absorption is somewhat accelerated 
by addition of ammonia), the hquid mixed with water, and the resulting 
brown resinous precipitate purified by repeated solution in alcohol and 
precipitation by water; it is then dried over the water-bath, whereupon 
the mass which was tenacious at first, becomes perfectly brittle. 

Amorphous. Melts somewhat below 100°, Not volatile. 


Heerlein. 
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Resolved by dry distillation into empyreumatic substances containing 
sulphur. 

Dissolves in potash and is precipitated therefrom by acids, with 
evolution of a small quantity of sulphuretted hydrogen. 


Oxybromine-nucieus CBr? H*0?, 


Bibromosalicylous Acid. 
CMBYH!O! = COMBrH!02,0% 


Hereriein. J. pr. Chen. 32,65; Pharm. Centr. 1844, 598. 
Bibromide of Spiroyl, Zweifachbromspiroyl. 


Preparation. When bromine-water is added to an aqueous solution 
of salicylous acid till the colour becomes permanent, a white crystallo- 
floceulent precipitate is formed, while lighter flocks remain suspended in 
the liquid. The precipitate melts together when heated in the water- 
bath, and solidifies on cooling ; the alcoholic solution left to evaporate 
spontaneously, first yields crystals of bibromosalicylous acid, but after- 
wards bromosalicylous acid likewise separates from it. — When bromine 
is added to an alcoholic solution of salicylous acid till the colour becomes 
permanent, or when the resinous mass obtained in the preparation of 
bromosalicylous acid (p. 284) is dissolved in alcohol, and bromine added 
in excess, the mixture becomes heated, and yields on cooling crystals of 
bibromosalicylous acid. Léwig & Weidmann obtained in the same 
manner, or by treating the oily acid with bromine at the heat of the 
water-bath, mixtures of bromosalicylous and bibromosalicylous acid. 
(Pogg. 46, 57.) 
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Properties. Yellowish, very long needles consisting of microscopic 
square prisms. Melts at the heat of the water-bath. Has a peculiar 
odour like that of gum benzoin. ‘The alcoholic solution decolorises 
litmus and indigo. 


Heerlein. 
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Treated with bromine for some time in sunshine and with the aid of 
heat, it yields a body containing 67°12 per cent. of bromine. (Léwig & 
Weidmann, compare p. 238),——- When sulphuretted hydrogen is passed for 
some hours through a warm alcoholic solution of the acid mixed with a 
little ammonia, a brown resinous mass separates consisting of sulphide of 
bromosalicene. (Heerlein.) 

Bibromosalicylous acid unites with salifiable bases. When its solution 
in potash-ley is evaporated and heated, the residue becomes red-hot 
sooner than the vessel. (Heerlein.) 

Tnsoluble in water, but soluble in a@/cohol and ether. 


Bibromosalicyiic Acid. 
C™BYH!0% = CBr H02,0+ 


Canours. (1845.) WN. Ann. Chim. Phys. 138, 102; Ann. Pharm, 
52, 338; J. pr. Chem. 35, 82; Pharm. Centr. 1845, 884. 


Formation. By the action of bromine in excess on salicylic acid. 


Preparation. 1, Pulverised salicylic acid is gradually triturated with 
excess of bromineas long as any action takes place, and the mixture is left 
to stand for some hours; the excess of bromine is then washed out with 
cold water, and the residue dissolved in boiling ammonia. As the solution 
cools, the ammonia-salt is deposited in slender shining needles. These 
crystals are dissolved in water; the acid precipitated by hydrochloric 
acid; the white precipitate washed and dissolved in boiling alcohol; and 
the solution left to evaporate. — 2. When bromine is dissolved in a con- 
centrated solution of salicylate of potash, the liquid becomes heated and 
soon deposits crystals of bibromosalicylate of potash; this salt is decom- 
posed by hydrochloric acid, and the separated acid washed and erys- 
tallised from alcohol. 

Short colourless or slightly reddish needles which melt at about 150°. 


Cahours. . 
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Distilled with sand and a small quantity of baryta, it yields bibromo- 
carbolic acid. — Jt dissolves readily in boiling nitric acid of 36°, giving 
off nitrous vapours and bromine-vapours, and yielding crystals of picric 
acid as it cools. 

Dissolves sparingly in water. Dissolves in gently heated oil of vitriol 
and is precipitated therefrom by water. 

The bibromosalicylates of ammonia, potash and soda are even less 
soluble than the bromosalicylates. The potash-salt crystallises from 
alcohol in shining colourless prisms. 

The acid dissolves pretty readily in acetic acid, still more readily in 
ether. 


Methylbibromosalicylic Acid. 
Ci bre BoO°%— C2H°0,C*BrH?08: 


Canours. (1844.) NW. Ann. Chim. Phys. 10, 341. 
Bibromsalicylformester, 


The first crystals which separate from the alcoholic solution of the 
mass obtained by treating methylsalicylic acid with bromine, are crystal- 
lised from hot alcohol. The compound is also formed when methylbro- 
mosalicylic acid is brought in contact with bromine, the mixture becoming 
hot and giving off hydrobromic acid. 

Shining prisms, which melt at 145° and volatilise at a higher tem- 
perature. 


Cahours. 
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The solution of the acid in very strong potash-ley assumes a yellow 
colour when heated, and acids separate white flakes from it, which no 
longer exhibit the properties of methylbibromosalicylic acid. It dissolves 
sparingly in bromine, remaining unaltered and in large lamine when 
the solyent evaporates. With cyanide of mercury it behaves in a similar 
manner to methylbromosalicylic acid (p. 286). 

It dissolves in cold potash or soda-ley, forming crystallisable com- 
pounds, and is separated again by acids in its original state. 

It is insoluble in water, but dissolves readily in alcohol and ether 
especially when heated. 


VOL. XII. U 
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Ethylbibromosalicylic Acid. 
Ce Br htO§ =n Corea 


Canours. (1844.) WV. Ann. Chim. Phys. 10, 364. 
Bibromsalicylvinester, 


EKthylbromosalicylic acid becomes heated by contact with bromine, 
giving off hydrobromic acid and forming ethylbibromosalicylic acid, 
which crystallises from solution in boiling alcohol in large scales having a 
pearly lustre. Melts when slightly heated, and on cooling solidifies in a 
crystalline mass, the form of which resembles that of bismuth. With 10 
or ]5 grms. of substance, very fine cubes are obtained. The acid when 
carefully heated, volatilises almost without residue and forms a crystalline 
sublimate. 


Cahours, 
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By continued contact with ammonia, it forms an amide containing 
bromine. 

It dissolves in strong potash-ley and is precipitated therefrom in its 
original state by acids. 


Sulphide of Hydrogen and Bibromosalicene. 
C¥BritHtO*s* = C4Br7H*07S? -+--2H8. 


HEERLEIN, (18388.) J. pr. Chem. 82, 68. 


When sulphuretted hydrogen is passed for some hours through an 
alcoholic solution of bibromosalicylous acid mixed with a little ammonia, 
and water then added, a brown, resinous mass is precipitated; and when 
this is dissolved in alcohol and the solution evaporated, a brown-red body 
remains which does not dissolve completely in ether. The ethereal 
solution is mixed with alcohol, precipitated by water, and the precipi- 
tate dried at 100°. The compound resembles the sulphide of bromosa- 
licene, 


Heerlein. 
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Oxybromine-nucleus CBrH*0?, 


Terbromosalicylic Acid. 
C“BrH°0% = C¥Br°H*0?,0%, 


Canours. (1845.) Ann. Chim. Phys. 13, 104; Ann. Pharm. 52, 339; 
J. pr. Chem. 35, 84; Pharm. Centr. 1845, 885. 


Lormation and Preparation. A mixture of finely pulverised bibro- 
mosalicylic acid with excess of bromine is exposed to sunshine for 25 or 
30 days, and the resulting yellowish crystals washed with water and 
recrystallised from strong alcohol. 


Properties. Small yellowish prisms, very hard and friable. 


Cahours. 
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Decompositicns. When distilled with sand and a small quantity of 
baryta, it yields terbromocarbolic acid contaminated with a small quantity 
of oily matter. 

When boiled with nitric acid, it yields bromine-vapours and yellow 
crystals. | 

It is insoluble in water. — Its compounds with ammonia, potash and 
soda are crystallisable, but very sparingly soluble in water. The ammonia- 
salt forms with silver-salts a precipitate of a deep orange-yellow colour. 

It dissolves with tolerable facility in alcohol, very readily in ether. 


Chlorine-nucleus C4¥C1H*. 


Chlorotoluol. 
CCG: 


Devitte. NV. Ann. Chim. Phys. 3, 178. —J. pr. Chem. 25, 336; abstr. 
J. Pharm. 27, 640. 


Benzoéene monochloré, Chlorobenzoénase. 


Toluol is saturated in the dark with chlorine gas (p. 229); the excess 
of chlorine expelled from the liquid by a stream of carbonic acid gas at 
a temperature between 50° and 60°; and the liquid distilled till hydro- 
chloric acid begins to escape. The distillate is purified by repeated 
distillation. os 

Colourless, very thin oil. Boils without decomposition at 170°, 

a 
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Deville. 
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Chlorine-nucleus C¥CI2H®S, 
Hydrochlorate of Terchlorotoluol. 
CMCKH® — C#OFH HCl(or CYCPH? Cl*?). 


Devitte. WV. Ann. Pharm. 8, 178; J. pr. Chem. 25, 336; abstr. 
J. Pharm. 27, 640. 


Chlorhydrate de chlorobenzoénise. 


Chlorine gas is passed through toluol in bright daylight, as long as 
hydrochloric acid continues to form, and the liquid is purified by a stream 
of carbonic acid. 


Deville. 
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When distilled it decomiposes and gives off hydrochloric acid. 


Chlorine-nucleus C¥4C]>H3, 


Bihydrochlorate of Quintichlorotoluol. 
CYCE He — G4CPH? 2ACUlor Cech Gras: 


DeEvILLE. loc. cit. 


Bihydrochlorate de chlorobenzoénise. 


When chlorine gas is passed for a considerable time by daylight 
through toluol, a thickish liquid is produced in which crystals separate. 
The liquid is separated from the crystals, still further treated by chlorine 
with the aid of heat, and purified by a stream of carbonic acid. When 


distilled it gives of hydrochloric acid. 


Deville. 
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In Deville’s memoir, the formula assigned to this compound is C!Cl°H7 (probably 
a misprint), whence Gerhardt deduces the formula C4H/Cl,2CI? (Traité, 3, 566). L: 


The compound is soluble in ether. 
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Terhydrochlorate of Quintichlorotoluol. 


DeviutLE. oe. cit. 


Produced by the action of chlorine on toluol in daylight, and with 
peculiar rapidity in sunshine, together with bihydrochlorate of quinti- 
chlorotoluol, from which it separates in crystals. These are purified by 
recrystallisation from ether, but are difficult to free completely from 
the adhering oil. 

Colourless transparent crystals. 


Deville. 
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It is soluble in ether, especially when heated or under somewhat 
increased pressure. 


Chlorine-nucleus C“CISH?. 


Sexichlorotoluol. 
CUT Ge: 
DEVILLE. oe. cit. 
Benzoéne sexchloré, Chlorobenzoényle. 


When the mixture of bihydrochlorate and terhydrochlorate of quinti- 
chlorotoluol is distilled in a stream of chlorine gas, and cohobated 10 or 12 
times, a small quantity of a substance having a silky lustre condenses in 
the receiver at the end of each distillation, and at length the entire 
liquid is converted into this substance. A large quantity of hydrochloric 
acid is evolved at the same time. By pressure between paper and 
recrystallisation from ether, the silky substance is obtained quite pure. 
It may be volatilised without decomposition. 


Deville. 
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Oxychlorine-nucleus C4C]H*O?. 
Chlorosaligenin. 
CLCLHO R= CUCIH°O? 2HO., 
Prria. WV. Ann. Chim. Phys. 14, 284.~-Ann. Pharm. 56, 60. 


Chlorosalicin is treated with emulsin in the same manner as salicin 
in the preparation of saligenin (p. 233). 
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Crystallises from hot water in beautiful colourless rhombic tables 
which in external appearance are undistinguishable from saligenin. 


Piria 
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Acids convert it into a resin. 

With oil of vitriol it assumes a bright green colour. It colours ferric 
salts blue. 

Soluble in water, alcohol and ether. 


Chloride of Salicyl. 
CUCLESOS — OU CLA. Os 


GERHARDT. Compt. rend. 88, 84; Ann. Pharm. 89, 363.—Traité, 3, 344 


Chiorsalicyl, Salicylchlorir. 
Formation (p. 256). 


Preparation. The product of the action of pentachloride of phos- 
phorus on methylsalicylic acid, forms, after a small quantity of chloro- 
phosphoric acid has been expelled by heating to about 160°, a fuming, 
slightly coloured liquid, which cannot be distilled without decomposition, 
but deposits a large quantity of charcoal, gives off hydrochloric acid, 
and yields a liquid which appears to be the compound regarded by 
Chiozza as C“H®°C10?,HCl (p. 113), and by Gerhardt as chloride of chlo- 
robenzoyl (C“C1H*°O?,Cl). It probably also contains phosphate of salicyl 
(p. 256). With water, it becomes heated and yields hydrochloric and 
salicylic acids. With wood-spirit or alcohol, it forms methylsalicylic or 
ethylsalicylic acid and hydrochloric acid. 


Chlorosalicylous Acid. 
CECIEROS = CGI i402, 


PAGENSTECHER. Jtepert. 49, 341; Ann. Chim. Phys. 69, 334. 

Lowie. Pogg 36, 398. 

Dumas. Ann. Chim. Phys. 69, 326; Ann. Pharm. 29, 206; Pharm. 
Centr. 1839, 875. 

Pirta. Ann. Pharm. 380, 169; Pharm. Centr. 1889, 875. 

Léowia & WrIpMANN. ogg. 46, 63; Pharm. Centr, 1839, 180. 

Erriinc. Ann. Pharm. 35, 245. 

BeRTAGNINI. Ann. Pharm. 85, 196. 


Chlorsalicyl, Chlorspiroyl, chlorspiroylige Stéure, chlorspirige Séure. 


Preparation. When dry chlorine gas is passed at ordinary tempe- 
ratures into dry salicylous acid, the liquid becomes hot, assumes a yellow 
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colour, gives off hydrochloric acid, and solidifies on cooling into a erys- 
talline mass, which may be recrystallised from hot alcohol. (Dumas, 
Piria, Ettling), or sublimed at a gentle heat. (Lowig.) 


Properties. Beautiful crystalline lamine of a dazzling whiteness. 
(Léwig.) Colourless rectangular tables having a pearly lustre. Melts 
below 100°, forming a colourless liquid, and then evaporates, subliming in 
long needles. Boils at a temperature not much below 100°, and sublimes 
without decomposition together with the watery vapours. (Lowig.) Has 
a peculiar aromatic odour, somewhat like that of dilute hydrocyanie acid 
(Léwig); has a peculiar disagreeable odour and a peppery taste. (Piria.) 


Be Léwig 

Dumas. Piria. RWC re 
NCR ele ae 84:0 5°09 ye.c. Do Oe ee Lime ee Dies 
Pitsk ba adeot. ss 5 Oe ees ee 3228. es SOU aeons 3°66 
cd eae een ae Sere eee WAR ats PAID. Vie = ee eee ay 2G) 
ECS ae 39°0.... 20°49 20 ATT ee 19°47 
CHCIEEO* ....5156°4 . 100°00 LOO+00 a, 160°00 


Decompositions. 1. The vapour may be set on fire and burns with a 
green-edged flame. (Piria, Lowig.) —2. By the action of chorine it is 
converted into bichlorosalicylous acid. (Lowig & Weidmann.) — 3. It 
absorbs ammoniacal gas, acquiring a yellow colour, and forming a resinous 
mass of chlorosalicylimide, while water escapes. (Piria.)—4. After 
boiling with excess of potash-ley, it is precipitated in its original state by 
acids. (Piria, Lowig.) — 5. When fused at a gentle heat with potassium 
it exhibits vivid combustion, part of the acid being decomposed and 
charcoal separated, while the rest combines with potash produced in the 
reaction. On dissolving the residue in water and adding nitric acid, 
chlorosalicylous acid is precipitated, and the liquid retains a large quan- 
tity of hydrochloric acid. (Lowig.) 


Combinations. 1. The acid is insoluble in water. — 2. It dissolves in 
cold oil of vitriol and is precipitated without alteration by water. — 
8. With basesit forms yellow salts. The chlorosalicylites of the alkalis 
are less soluble in water [than the salicylites?]; the solutions impart a 
black-blue colour to ferric salts. (Pagenstecher, Lowig.) 


Chlorosalicylite of Potash.— When hot aqueous potash of 45° Bm. 
is saturated with chlorosalicylous acid, the deep yellow solution deposits 
the salt in red scales united in radiated groups. (Piria.) — Insoluble in 
aleohol. When heated, it exhibits incandescence long before the contain- 
ing vessel attains a red heat. (Léwig.) 


Chlorosalicylite of Baryta. — Obtained hy decomposing chlorosali- 
cylite of potash or ammonia with chloride of barium. Yellow crystal- 
line powder. (Piria, Lowig.) 


Léwig & Weidmann. 


Baye ee es LOO Mileper ELD \ eben 33°01 
COI meres TAGa Se 00781 
CCIM RaQ. a.t 2240 55, 100-00 


Piria found 31:92 p.c. baryta and 14°98 chlorine, agreeing nearly with the formula 
C¥4CIH4BaO! + 2Aq which requires 31°65 baryta and 14°63 chlorine. 
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When chlorosalicylous acid is boiled with excess of baryta-water and 
the excess of baryta removed by carbonic acid, the liquid deposits smal] 
silvery lamin consisting of a compound of 3 At. bicarbonate of baryta 
with 1 At. acid chlorosalisalicylite of baryta. (Lowig & Weidmann.) 


[Instead of this improbable composition, we may substitute the formula (BaO,CO? + 
HO,CO?) + C4C1IH*BaO*t+ Aq. (L.)] 


2.BaQs S2iel. Siohesdl chess SA. eee ee hag 2s p>. 42°25 

16 Cio tS. ide ee eee oe ee ee 06°0 hate: 26°47 

Sah Ree een ope as (Serr, Ree te EN ses She aoa on | ee eee 1°65 

Pigeon. “roa staid py a in. Ang alr teach dr RAN tw Ae. Nae 9°76 

Cy RE, en eee ee ere de ee pani ples, So 19°87 

(BaO,CO? + HO,CO?) + C4CIH*BaO* + Aq .... 362°6 _........ 100:00 
Lowig 

& Weidmann. 

RS Pte ROU Rar RoR ASR RO 2 306°4 Si he 41°66 
Fae GA Ea yeh ee OE a ERR I AA sek a rd A Beisel pone le 204°0 ZO De uetene 25°72 
NN a OP oS OE 0 8S >< ER oe eT. 12°0 1456... #245 1°60 
val Gy AE ieee ad ton deta heen eh ae tn mata Satie ne a 70°8 0 ee ee 9°45 
OLN C5, A Oe SPA Sa Ss OS FL en Lge ee mee Pee 176°0 23:80 aoe a 21°58 
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Chlorosalicylous acid dissolves readily in aqueous bisulphite of 
ammonia or potash; the solution formed with the aid of heat, deposits 
the resulting compound in the crystalline form on cooling. (Bertagnini.) 

The alcoholic solution of the acid forms a yellow precipitate with 
lead-salts, and greenish yellow with acetate of copper. (Pagenstecher, 
Lowig.) 

The acid dissolves readily in alcohol and ether. 


Chlorosalicylic Acid. 
CECH EOS CURPClO Os 


Canours. (1845.) WN. Ann. Chim. Phys. 13, 106. 


Acide monochlorosalicylique. 


Formation and Preparation. 1. By the action of chlorine on excess 
of salicylic acid, a portion of the acid therefore remaining undecomposed; 
it is difficult however to purify from bichlorosalicylic acid. — 2. Chlorine 
gas is very slowly passed into a concentrated solution of salicylate of 
potash, till the liquid, which becomes brown, begins to deposit a dark 
green substance; the solution is then decomposed by an acid, and the 
resulting white precipitate washed with water. By crystallisation from 
alcohol, slender needles are obtained, consisting of Mier euler acid not 
quite pure. 
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Methylchlorosalicylic Acid. 
COP GH OF = OEE C*CIHFO>, 


Canours, (1844.) NW. Ann. Chim. Phys. 10, 843; Pharm. Centr. 
1844, 438. 


Salicylate de methylene monochloré, Chlorsalicylformester. 


When methylsalicylic acid is exposed to the action of a small 
quantity of chlorine, methylchlorosalicylic acid is formed, with rise of 
temperature and evolution of hydrochloric acid, but is difficult to purify. 


Oxychlorine-nucleus CC?H*0?. 


Bichlorosaligenin. 
OCHO eC Orr OaZnU. 


Prria. WV. Ann. Chim. Phys. 14, 285; Ann. Pharm. 56, 60. 


Produced in very small quantity, when bichlorosalicin is treated with 
emulsin in the same manner as salicin for the preparation of saligenin 


(p. 233). 


Bichlorosalicylous Acid. 
C¥CIH50! = C¥C1H*02,02. 


Lowie & WeipMann. Pogg. 46, 63; Pharm, Centr. 1839, 180. 


Salicylous or chlorosalicylous acid treated with excess of chlorine- 
water first turns yellow, then red, and ultimately black, the water also 
acquiring areddish colour. As soon as the action is finished, the excess 
of chlorine is removed by adding a few drops of ammonia; the whole is 
shaken up with ether; and the ethereal solution is left to evaporate. 
Crystals of chlorosalicylous acid are then deposited, and the mother-liquor 
yields bichlorosalicylcus acid, which when freed as completely as possible 
from chlorosalicylous acid by repeated solution in ether and alcohol, forms 
a red, thick, oily liquid, becoming perfectly fluid at 25°; it has a pungent 
odour and excites tears. 


Léwig & Weidmann. 


1 A Oe recede 84°0 BA er ctasss 39°84 
CA 5 ae 4°0 EOS ciscsieue 2°39 
7 2 Wb rec 70°8 Py fA eb aa 37°06 
A OV evhaes 32°0 Log 8 ome 20°71 

CUCRHEO UO Se LOOP! cee, 100°00 


Sparingly soluble in water. Dissolves with deep red colour in potash- 
ley. With baryta it forms a ruby-coloured compound sparingly soluble 
in water. 


The acid dissolves readily in alcohol and ether. (LOwig & Weidmann.) 
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Bichlorosalicylic Acid. 
C¥C?H*#0* = C¥CIH‘O?,0°. 


Canours. (1845.) WW. Ann. Chim. Phys. 18, 106; Pharm. Centr. 
1845, 885. 


Produced by the action of excess of chlorine on salicylic acid. 

Chlorine gas is passed through a concentrated solution of salicylate 
of potash, till the liquid which has become brown ceases to deposit a 
dark green body; this substance is washed on a filter with water till the 
water runs away colourless, then dissolved in boiling water which is 
mixed with 4 of its volume of alcohol of 86° Bm.; and the needles of 
the potash-salt which separate on cooling, are repeatedly crystallised from 
very weak spirit till they become colourless. These crystals are then 
dissolved in water; the solution mixed with hydrochloric acid; and the 
resulting white precipitate dissolved in boiling alcohol of 82 per cent.: 
the solution on cooling yields the acid in needles or in scales, or by 
spontaneous evaporation, in hard, well formed octohedrons. 


Cahours. 
14; Cesare ees 84°0 £05620) 202 40°76 
A) ee ee 70°8 Ral? DME ee aee 34°22 
rH: Be eee ee 4:0 LOS see 2°09 
ih Ge ee 48:0 OSD teat, eee 22°93 
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The acid distilled two or three times with sand and a small quantity 
of baryta or lime, is completely resolved into carbonic and bichlorocar- 
bolic acids. It dissolves gradually in boiling nitric acid and deposits 
beautiful yellow laminz on cooling. 


Combinations. The acid dissolves sparingly in boiling water and 
crystallises in slender needles on cooling. It dissolves in gently heated 
ow of vitriol, and separates partially as the liquid cools. 

Bichlorosalicylate of Ammonia is sparingly soluble in water. 


Acid Bichlorosalicyate of Potash. — Greyish white needles very much 
resembling methylbichlorosalicylic acid. 


Cahours. 
1S 8 Repo, Oe me CG ee eS! iy ee Paes 19°24 
LARC Fi Sa. S..., 84°0 .... 04°29 
Dy Loess ees ome 70°8 BOON craies 28°39 
ols RM a RE a Oa meted 
nr ee eee A0*0. «..t 9 16:33 
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The acid forms reddish precipitates with Zead and silver salts. 
It dissolves very readily in alcohol, stil] more in ether. 
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Methylbichlorosalicylic Acid. 
CC Geet Oe orl Oe 


Procter. (1843.) WV. J. Pharm. 3, 275; J. pr. Chem. 29, 467; Ann. 
Pharm. 48, 66. 
Canours. WX. Ann. Chim. Phys. 10, 348. 


Bichlorsalicylformester. 


When chlorine gas is passed into methylsalicylic acid till the action 
ceases, a yellowish crystalline mass is formed, consisting of methylbichlo- 
rosalicylic acid mixed with a small quantity of liquid methylchlorosalicy- 
licacid. By crystallisation from boiling alcohol, the bichlorinated acid is 
obtained in colourless rhombic tables (Procter), in needles (Cahours). 
Melts at 104° (Procter), at about 100° (Cahours), and crystallises on 
cooling. Volatilises without decomposition at a stronger heat (Cahours), 
and sublimes a little above its melting point in rhombic crystals. | 


Cahours. 
Uist 96:0 AS Ag ccacciee 43°41 
FAG GH I AR wine SI 70°8 O2°G. «vieoes 32°15 
cig © Geen ete el 6°0 De Deen 2°98 
Gres Mae 48°0 PA ales oid 21:46 
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The acid burns with a yellowish flame. 

It dissolves slowly in ammonia, forming a chlorinated amide. 
(Cahours.) When ammoniacal gas is passed over the acid for several 
hours, it turns grey. The product washed with water,—which then 
becomes yellowish and precipitates a solution of silver,—and afterwards 
dried and dissolved in hot alcohol, crystallises on cooling in yellow 
laminz which dissolve in potash without evolution, of ammonia. Acids 
precipitate from the solution a white substance which appears to be 
chlorososalicylimide. (Procter.) 

The acid is not altered by chlorine in sunshine When distilled with 
cyanide of mercury, it yields a compound in which the chlorine is replaced 
by cyanogen. 

It is insoluble in water. It dissolves without decomposition in cold 
potash-ley, and may be reprecipitated by acids. 

It dissolves in alcohol and ether. 


Ethylbichlorosalicylic Acid. 
C8C]?H80® — CAO C4ACEH EO. 


Canours. (1849.) WV. Ann. Chim. Phys. 27,461; Ann. Pharm. 74, 313; 
J. pr. Chem. 49, 231. 


Bichlorosalicylvinester. 
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Ethylsalicylic acid heated in the water-bath is saturated with 
chlorine gas, the product ultimately solidifying, and the solid mass is 
pressed between paper and twice crystallised from alcohol. 

Colourless plates having a strong lustre. 


Cahours. 
161. cA tat 108°0 AS Oat 27 oP 45°72 
2 Ci sna ae 70°8 S20. es 30°4] 
8 Ae Sees os. 8‘0 3°41 ieee: 3°44 
60 “ie eae 48:0 DASE e ee 20°43 
C8C]?H806S ............ 234°8 100 00 "-2-+ 100°00 


Nitro-nucleus C4XH7. 


Nitrotoluol. 
C“N H’04 = C#XH". 


DevittE. (1841.) WM. Ann. Chim. Phys. 3,170; J. pr. Chem. 25, 341; 
Pharm. Centr. 1842, 198. 

Guénarp & Boupautt. WV. J. Pharm. 6, 250; Compt. rend. 19, 505; 
J. pr. Chem. 83, 459; Pharm. Centr. 1844, 156. 

Muspratr & Hormann. Ann. Pharm. 53, 221 and 224. 


Nitrotoluene, Pronitrobenzoene, Nitrobenzoenase, Nitrodracyl, Nitrotoluide, 
Nitrotole. 


Preparation. Toluol is poured by drops into fuming nitric acid 
which is kept cool, the addition of the toluol being continued as long as 
it dissolves immediately (Deville), or fuming nitric acid is poured into 
toluol till the latter is completely dissolved (Glénard & Boudault), and 
the clear red liquid is mixed with a large quantity of water, which 
separates the nitrotoluol in the form of a red liquid; it may be decolorised 
by washing with water and repeated distillation. 


Properties. Nearly colourless liquid (Deville); amber-coloured 
(Glénard & Boudault.) Sp. gr. 1:180 at 16°5°. (Deville.) Smells like 
bitter almonds (Deville) and benzol (Glénard & Boudault.) Its taste 
is very sweet, with a somewhat pungent aftertaste. Boils at 225° 
(Deville); at 230° (EH. Kopp, Compt. chim. 1849, 149); at 220° to 225° 
(Wilson, Ann. Pharm.77, 216). Vapour-density = 4°95. 


Deville. 
(ke HG ieee ee a A emg 08 fe tA. ee 61°18 
yy it Eh eee fet. 0 ee. 5°26 
UN Sota Lite LOS ne. 1075 
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Isomeric with benzamic, anthranilic, and salicylamic acids. 


Decompositions 1. Each time it is distilled, it leaves a residue, and 
yields a distillate containing more carbon and less nitrogen than the pre- 
ceding; hence it must only be distilled with water and dried over 
chloride of calcium, (Glénard & Boudault.) The vapours passed 
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through a red-hot tube filled with pieces of glass, remain undecomposed 
at a moderate heat; but a stronger heat decomposes them, producing a 
deposit of black soot. (Muspratt & Hofmann.) —2. The compound 
burns with a sooty flame, emitting the odour of gum benzoin. — 3. It 
dissolves with decomposition in aqueous potash, forming a red solution 
(Deville), more quickly in alcoholic potash, forming a black liquid. 
(Ritthausen, J. pr. Chem. 61,114.) Hydrochloric acid added to the 
potash-solution throws down a brown powder. When the solution in 
alcoholic potash is distilled, there passes over, after the alcohol, a reddish 
oil, probably analogous to azobenzide (Deville), containing aniline and 
azobenzoene. (Muspratt & AHofmann.)— 4. The vapour passed over 
red-hot baryta is resolved into aniline and carbonic acid. (Muspratt & 
Hofmann) : 
CUNH/’0* = CPNH! + 2CO?. 
5. With fuming sulphuric acid it forms nitrosulphotolic acid 
C¥XH'S*0*%. (Church, Phil. Mag. [4], 9, 256.) —6. By boiling with 
an alcoholic solution of sulphite of ammonia, it is converted into the 
ammonia-salt of thiotoluic acid, C4NH*S?0°. (Hilkenkamp, Ann. Pharm. 
95, 86.) —7. With hydrosulphate of ammonia it yields toluidine. 
It dissolves with great facility in alcohol and ether. 


Nitro-nucleus C4X?H$. 


Binitrotoluol. 
C4N2H508 —_ CUuX?HSs 


Devitte. WV. Ann. Chim. Phys. 3,175; J. pr. Chem. 25, 341; Pharm. 
Centr. 1842, 199. 
Canours. Compt rend. 24, 555. 


Binitrotoluene, Binitrobenzoene, Nitrobenzoenése. 


Produced by boiling toluol for a considerable time with fuming nitric 
acid (Deville) or by treating it with nitrosulphuric acid. (Cahours.) 

Crystallises from alcohol in long needles having a strong lustre, and 
in prisms belonging to the right prismatic system. Melts at 71°, and 
solidifies in a radiated mass on cooling. Very hard and brittle. When 
strongly heated, it gives off vapours which form a sublimate on the 
neighbouring part of the vessel. Boils at 300°, becoming coloured and 
leaving a considerable residue. 


Deville. 
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Its solution in potash yields a red-brown powder on the addition of 
hydrochloric acid. (Deville.) 

With hydrosulphate of ammonia it forms nitrotoluidine. (Cahours.) 

It dissolves but sparingly in water, even when accidulated with 
nitric acid. 
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Nitro-nucleus C“X3H°, 


Chrysanisic Acid. 
C4N?H50"4 — C¥X"°H?,0*. 


Canours.. (1849.) Compt. rend. 28, 385; N. Ann. Chim. Phys. 27, 454; 
J. pr. Chem. 49, 274; Pharm. Centr. 1849, 309. 


Formation. By the action of fuming nitric acid on anisic acid, 
binitranisol and ternitranisol being formed at the same time. 


Preparation. When | pt. of perfectly dry anisic acid is very gently 
boiled, for half or three-quarters of an hour, with 24 pts. of fuming 
nitric acid, and the somewhat thick liquid is mixed with 20 times its bulk 
of water, a yellow oil separates out, which soon coagulates into a solid 
mass consisting of chrysanisic acid mixed with bi- and ter-nitranisol. This 
mixture, in the form of fine powder, is washed on a filter with ammonia 
diluted with two or three times its bulk of water, whereby the acid is 
extracted ; the ammoniacal liquid, after being evaporated to one-third, 
yields on cooling brown needles of the ammonia-salt. These crystals are 
dissolved in water; the solution mixed with dilute hydrochloric acid; the 
separated yellow flakes are collected on a filter, repeatedly washed with 
cold water, dried between bibulous paper, and dissolved in hot alcohol; 
and the scales which crystallise from the solution on cooling, are dried. 

Small golden-yellow rhombic tables. The acid melts when cautiously 
heated and solidifies in the crystalline form on cooling; at a stronger 
heat, it emits a yellow vapour which condenses in small crystalline scales 
having a strong lustre. 


Cahours. 
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Isomeric with ternitranisol. 


Decompositions. 1. When boiled with strong nitric acid, it is converted 
into picric avid. — 2. Distilled with aqueous chloride of lime, it yields 
chloropicrin. — 3. By boiling with potash, it is converted into a brown 
substance. 


Combinations. It is not perceptibly soluble in cold water, and 
dissolves but sparingly in hot water, crystallising as it cools. 


Chrysamsate of Ammonia. — The solution of the acid in dilute 
ammonia, evaporated over the water-bath, yields on cooling, small brown 
needles having a strong lustre. Finer crystals are obtained by spon- 
taneous evaporation of the solution. 
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Cahours. 
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Chrysanisate of Potash.— Obtained by exactly saturating the acid 
‘with potash. Very easily soluble. 

The ammonia-salt produces in solutions of zinc-salts a pale yellow 
precipitate; with nitrate of cobalt, a greenish yellow gelatinous precipi- 
tate; with nitrate of lead, a copious deposit of chrome-yellow flakes; 
with ferric salts a pale yellow, with cupric salts a greenish yellow, gela- 
tinous precipitate ; and with mercuric chloride, yellowish red _ flakes, 
which in dilute solutions appear after a time only. 


Chrysanisate of Silver. — The ammonia-salt forms with nitrate of 
silver, beautiful yellow flakes, which must be washed with water and dried 
in vacuo. 


Cahours. 
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Chrysanisic acid dissolves but very sparingly in cold alcohol, but so 
abundantly in hot alcohol that the liquid solidifies on cooling. It dis- 
solves in ether especially if hot, and crystallises in shining laminw when 
the solution evaporates. 


Chrysanisate of Ethyl. 
C#N?H°0" — C#H°0,C“X*H‘0, 


The alcoholic solution of the acid is saturated with dry hydrochloric 
acid gas, gently boiled for some time and then mixed with water; the 
resulting precipitate is washed, first with ammoniacal, afterwards with pure 
water, then dissolved in boiling alcohol; and the solution is left to cool. 

Transparent crystalline laminee of a splendid golden yellow colour. 
Melts at about 100°. 


Cahours, 
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Soluble in warm ether. 


9 
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Oxynitro-nucleus C4XH*O?. 


Nitrosalicylous Acid. 
C“NH0* = C¥XH*0?,0*. 


PAGENSTECHER. (1834.) Repert. 49, 337; Ann. Chim. Phys. 69, 331; 
Pharm. Centr. 1835, 137. 

Lowie. Pogg. 36, 894; Pharm. Centr. 1836, 61. 

Léwie & Wretpmann. Pogg. 46,57; Pharm. Centr. 1839, 1381. 

HEERLEIN. J. pr. Chem. 82, 70; Pharm. Centr. 1844, 600. 

BERTAGNINI. Ann. Pharm. 85, 196. 


Nitrosalicide, Nitrospiroylic acid, Nitrospiroilséure, Spirdasalpetersdure, 
Spiroylsdure (Léwig). 


Formation and Preparation. Salicylous acid is heated with mode- 
rately strong nitric acid not in excess, and the crystalline mass which 
separates on cooling is recrystallised from alcohol. 


Properties. (Golden yellow transparent needles. Nearly inodorous; 
tastes but slightly at first, but afterwards produces irritation in the throat 
and coughing. Melts when heated and solidifies in the crystalline state 
on cooling ; at a high temperature it sublimes partly undecomposed, 
leaving a small quantity of charcoal. Colours litmus paper deep yellow, 
not red The solutions produce a permanent yellow stain on the skin 
and nails. 


Lowig. Lowig & Weidmann. 


LE aie ok: SS et ss UE ps eee ee, 217 OD: ppceenat 49°16 
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Isomeric with nitrobenzoic acid. 


Decomposition. 1. Heated for some time with nitric acid, it forms 
picric acid. —2. Potassium very slightly heated with the acid over 
mercury, decomposes it with the most vivid combustion, attended with 
destruction of the vessel, the product being a mixture of carbonate and 
salicylite [? L.] of potash. (Lowig.) —3. The alcoholic solution satu- 
rated with ammonia and sulphuretted hydrogen, acquires a dark brown- 
red colour; water precipitates from it only a few flakes; but hydrochloric 
acid throws down a copious red-brown, resinous precipitate, which, after 
being several times dissolved in alcohol and ether, and then dried over 
the water-bath, contains 33 or 384 per cent. of sulphur. (Heerlein.) 


Combinations. The acid absorbs moisture from the air, acquiring 
thereby a deep yellow colour. It dissolves but sparingly in water. 

It dissolves abundantly, with the aid of heat, in aqueous bisulphite 
of ammonia, potash or soda. The compound with bisulphite of ammonia 
does not appear to crystallise; the compound with bisulphite of soda 
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separates on cooling from a warm solution, in aggregated golden-yellow 
needles, which are soluble in water, but insolable j in alcohol. The potash- 
compound appears to be more soluble. (Bertagnini.) 

The nitrosalicylites are yellow or yellowish red. They detonate 
violently when heated, leaving a residue of oxide or carbonate. 

Nitrosalicylite of Ammonia.—The acid dissolves abundantly in 
ammonia. The dark blood-red solution leaves when evaporated a dark 
yellow residue, which immediately gives off ammonia when treated with 
potash (Pagenstecher, Lowig), and when heated in close vessels, yields a 
small quantity of ammonia and an oily distillate. (Léwig.) 

The jixed alkalis combine readily. with the acid, forming dark yellow 
solutions, which, when evaporated, leave small crystals soluble in alcohol 
but insoluble in ether. (Lowig.) The soda-salt yields by evaporation, 
delicate saffron-coloured needles having a silky lustre. 

Nitrosalicylite of Baryta. — By dissolving the acid in baryta-water, 
precipitating the excess of baryta by carbonic acid, and evaporating the 
reddish yellow filtrate, this salt is obtained in reddish yellow crystalline 
laminee, soluble in water. 


At 100°. Lowig & Weidmann. 
Ba@ Thee POCO ores 1S 32 eee oe 
GEN HAOM as 6970) hr 868 


- C4NH4Ba08.... 244-6... 100-00 


Mitrosalicylite of Lead. — Neutral acetate of lead mixed with the 
baryta-salt forms a dark yellow precipitate; the filtrate has an acid 
reaction. 


At 100°. Lowig & Weidmann. 
Pb OR sd er ee 1006s. 2585769 A S498 
GENUSO/ wee eee Wr ES 
- CHNA407,9PbO ........ 1174-2 .... 100-00 


The solution of the soda-salt forms a light green precipitate with 
copper-salts and colours ferric salts cherry- -red. (Pagenstecher, Lowig. ) 
The acid dissolves readily in alcohol and ether. 


Nitrosalicylic Acid. 
C¥NH80— C¥X H°0?,04: 


Fovreroy & VavuqueEnin. (1806.) dann. Chim. 55, 303 — WN. Gehl. 
2, 236. 
CHEVREUL. Ann. Chim. 72, 131. 
Burr. Schw. 51, 38; 54, 163. 
Dumas. Ann. Chim. Phys. 63, 270; Ann. Pharm. 9,79; Pogg. 29, 96. 
— NV. Ann. Chim. 2, 224; Ann. Pharm. 39, 850; J. pr. Chem. 
24, 211. 
Marcuannp. J. pr. Chem. 26, 385; Pharm. Centr. 1842, 883. 
Procter. JV. J. Pharm. 3, 285; Pharm. Centr. 1848, 700. 
Ole XII. oe 
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Canours. WV. Ann. Chim. Phys. 7, 225; Ann. Pharm. 48, 61, J. pr. 
Chem. 29, 198. 

Prria. Ann. Pharm. 56, 35. 

Greruarpt. WV. Ann. Chim. Phys. 7, 225; J. pr Chem. 28, 84. 

SrennousE. Phil. Mag. J. 88, 281; Ann. Pharm. 70, 258; J. pr. Chem. 
45,192; Pharm. Centr. 1848, 829. 

H. Masor. Das chem. Laboratorium der Univ. Christiania. 1854, s. 84. 


Chevreul’s Volatile acid from Indigo, or Artificial Bitter with minimum of acid, 
Indigotic acid, Artificial Indigotic acid, Anilic acid, Nitroanilic acid, Anilsalpeter- 
saure, Nitrospiroylic acid, Anilotic acid. 

Discovered by Fourcroy & Vauquelin and regarded as benzoic acid. First more 
accurately investigated by Buff (1827). 


Formation. 1. By the action of hot and moderately dilute nitric 
acid on indigo-blue. (Foureroy & Vauquelin, Chevreul.)—2. By the 
action of fuming nitric acid on salicylic acid. (Gerhardt.) — 3. By the 
action of cold dilute nitric acid on salicin, with simultaneous formation of 
helicin. (Piria, Major.) 


Preparation. 1. Powdered indigo is gradually added to a boiling 
mixture of 1 pt. fuming nitric acid and 10 to 15 pts. of water, as long 
as any evolution of gas is thereby produced (with a stronger acid, as 
Chevreul used it, large quantities of picric acid and artificial tannic acid are 
produced); the liquid is then boiled for a while, the water being renewed 
as it evaporates, and filtered hot; the brown-red residue containing 
undecomposed indigo, a brown-red substance (smaller in quantity as the 
indigo is purer) and nitrosalicylic acid, is repeatedly boiled with pure 
water and ultimately with water containing nitric acid to extract the 
nitrosalicylic acid; and the united yellow filtrates are left to cool. The 
flakes of impure nitrosalicylic acid which separate on cooling are pressed 
and dissolved in hot water; the oily drops which rise to the surface are 
removed by means of bibulous paper; the warm solution is decanted from 
the impurities which have sunk to the bottom (from which, however, a 
considerable quantity of nitrosalicylic acid may still be extracted by hot 
water), and then left to cool; the nitrosalicylic acid which has crystallised 
in needles is dissolved in a large quantity of hot water; and carbonate of 
lead’ is gradually added to the solution till carbonic acid is no longer 
evolved from it, and the liquid remains turbid after the brown film which 
forms on each addition has been removed (if an excess of carbonate of 
lead is added, a basic lead-salt is precipitated together with a lead- 
compound of the resin with which the acid is contaminated.) The warm 
filtrate becomes turbid, and after a few minutes deposits red drops of 
liquid, and the solution decanted therefrom deposits, after 12 hours, a 
rather large quantity of nitrosalicylate of lead, which may be recrystal- 
lised; the mother-liquor still yields a considerable quantity of salt. On 
decomposing the warm aqueous solution of the lead-salt with sulphurie¢ 
acid, nitrosalicylic acid esystallises from the liquid in needles having a 
faint yellowish tint. Perfectly colourless needles are obtained by decom- 
posing the turbid solution of the lead-salt with nitrie acid. (Chevreul, 
Buff, Marchand.) 

2. Fuming nitric acid is poured, with constant stirring, upon salicylic 
acid contained in a vessel surrounded by cold water, till fresh additions 
of acid produce no further action, and the reddish yellow resinous mass 
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thus produced is washed with cold water, dissolved in boiling water, and 
left to crystallise by cooling. (Gerhardt, Marchand.) 

3. Methylnitrosalicylic acid is decomposed by boiling with potash, 
the brown-red liquid supersaturated with weak hydrochloric acid, and 
the separated flakes of the acid crystallised. (Cahours.) 

4. When one pt. of pulverised salicin is shaken up with 10 pts. of 
nitric acid of 50° Bm. till the whole is dissolved, and the solution is left 
to stand in a stoppered bottle at a temperature of 10° to 15°, it deposits 
crystals after a while, the quantity continuing to increase for more than 
a week; they dissolve for the most part in ether, leaving a residue of 
helicin. The ethereal solution yields, by evaporation, crystals of nitro- 
salicylic acid having a faint yellowish colour. (H. Major), Piria, by 


treating salicin in the same manner in open vessels obtained, together with helicin, only 
traces of nitrosalicylic (anilotic) acid. 


Properties. Colourless needles having a bitter, rough, somewhat 
acid taste, a slightly sour, pungent odour and feeble acid reaction. 
(Chevreul, Buff.) Melts when gently heated and crystallises in six-sided 
tables on cooling. Sublimes even at a gentle heat, and if the heat be 
carefully applied, may be completely volatilised without decomposition. 


Buff. Dumas. Gerhardt. Cahours. 
LE Ca. ve o8 Sate 45 90 ety ee foe 45°o2- 45755 
IN es oa Logen eee (OY ft43 4 2) ies 7°55 
ad in Nege dn rae is, A cae oe Cb ee Cm LL Bee LO Mra eee Sone OS 
PUL Oo ee ciice SOt et fe en eee Awe ee” Pay 43°92 
CAEN HE!) e983, 22.21 00°005) cal 00200. occa 100/00 100-00 


Meatrtcuh:a med < 


a b. Os d, 
Prone cernse ABAD eh 27 8 ASB... 4s 45°88 
i ae tease "EN lace Syma AO" betes ICI AY 
| i tern i CED ee eee SLi Mo TOs ee OL 
OnE: ese A4G12.... (43°67... 943361 
100°00.... 100°00__..... 100°00 


The acid analysed by Buff and by Dumas was prepared from indigo. Marchand 
dried his acid a at the temperature of the air ; Dat 150° and ¢ at 230°; d was prepared 


from salicylic acid; so likewise was that which Gerhardt analysed. Cahours prepared 
his acid from oil of wintergreen. 


Decompositions. 1. The acid suffers partial decomposition when 
quickly heated, giving off carbonic acid and nitrogen, and leaving a 
large quantity of charcoal, which quickly burns away in contact with the 
air. (Chevreul.) — 2. Heated in the air, it takes fire very readily and 
burns with a very sooty flame. (Buff.)—3. The dry acid is not decom- 
posed by chlorine gas.  (Buff.)— Chlorine gas passed into the hot 
aqueous solution converts it in a few days into chloranil. (Stenhouse.) — 
4. Boiled with chlorate of potash and hydrochloric acid, it immediately 
yields chloranil and carbonic acid. (Stenhouse, Hofmann.) Boiled with 
chloride of lime, it yields in a few minutes chloropicrin (but not under 
100°). (Stenhouse, dnn. Pharm. 78, 5.)— 5. Strong nitric acid decom- 
poses nitrosalicylic acid by boiling, into oxalic and picric acids. (Buff.) 
— 6. Hot od of vitriol forms a brown solution from which water throws 
down brown flakes. — 7. In contact with nascent hydiogen, the acid dis- 
solyes in water, forming a blood-red solution, which after a while 


See 
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deposits purple-red flakes. (Buff.) — 8. When boiled with hydrosul- 
phate of ammonia, it is rapidly decomposed in a similar manner to nitro- 
naphthalin. (Piria.) 


Combinations. a. With Water. 
Hydrated Nitrosalicylie acid. — Colourless needles (Chevreul, Buff) ; 


if the hydrate has a yellowish tint while moist, it is contaminated with picric acid. 
(Dumas. ) By exposure for some time to dry air, it loses 2 At. water; in 
vacuo at 100°, it gives off 10°72 p. c. and at 150°, 11°6 p. ¢., a portion of 
the acid evaporating at the same time. (Marchand.) (Calculation gives for 
2 At. water of crystallisation, a loss of 8°95 p. c.) 


Crystallised. 4 Marchand: i 

TAC, See I Nataly LEE ii 8 40°74... 41°43 
Ny eae ere [ie PR G96 

parpiiineny to Sena | gub Oiiegigg le & 3:57... = 8:57 
12 Oe ened ols 06 &..ua 49-97 


CMNH50" + 2Aq .... 201 .... 100°00 


a was prepared from indigo, 0 from salicylic acid. 


Aqueous Nitrosalicylic acid. — The acid dissolves in 1000 pts. of cold 
water, and in all proportions of hot water. The solution is colourless. 
(Buff.) 

b. With Bases. — The neutral nitrosalicylates are C4XH*M?0°; they 
are mostly yellow, take fire when heated, without actual detonation, and 
burn like gunpowder. They redden ferric salts strongly. 


Nitrosalicylate of Ammonia.— The acid is saturated with ammonia 
and the hot saturated solution abandoned to spontaneous evaporation. 
Beautiful golden-yellow or orange-yellow needles. Anhydrous, gives off 
ammonia when heated, but afterwards the free acid sublimes. _ 


Dumas.- Marchand, 


TC et ee ee Bt oe eee 421... 41°80 
SNe Pies then 5 bine wee el 
8-H anil PO ee eine 2 4-1... 4°06 
LOsOie cei tee Lae Pane pees y 40°1 .... 39°80 
CYXH4(NH4)08....... 200 0. 100... 100-0... 10000 


Nitrosalicylate of Potash.— When the acid is dissolved in aqueous 
potash (if not quite pure it colours the liquid brown), and the solution evaporated, 
it solidifies in a silky crystalline web, which, when washed with cold 
water and pressed, yields light yellow crystals. The salt dissolves readily 
in boiling water, sparingly in cold water and in alcohol. (Marchand.) 
Chevreul obtained the salt in red crystals ; Buff, in orange-yellow 
needles. 


Marchand. 


KOs eee nee nC) ks? SE 21:32 
CYNH!409 ooo 1740... 78°66 


CYXH!KO® ........ 221:2  .... 100°00 


® 
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Nitrosalicylate of Soda. — Yellow crystals soluble in water. 


Nitrosalicylate of Baryta. —a. Neutral.—1. Obtained by continuous 
heating of the salt 6. (Marchand.) 2. By boiling 6 with baryta-water. 
(Marchand.) — 3. By boiling the hot aqueous solution of 6 with 
ammonia, (Buff.) — Yellow powder resembling chromate of lead. 


Dissolyes sparingly in cold, somewhat more readily in hot water. 
(Buff.) 


Buff. Marchand. 


ANSE D Sean Bee oa eae Loe oe L LO cee 41°04 4... 41°26 
CHIN EPO? Si cccesscattsscueess 165°0 .... 44°32 
OS LT OM erat csne tate 54:0... = 14°53 


C“XH5Ba20® + 6Aq .... 372°2 .... 100°00 


6. Acid. — The aqueous acid is boiled with carbonate of baryta, and 
the hot-filtered solution left to cool. If the acid is not quite pure, a yellow 
powder remains mixed with the insoluble carbonate of baryta. (Marchand.)— 
Beautiful shining needles united in tufts. (Buff, Marchand.) Contains 
5 At. water, four of which are given off at 200°, the remainder only 
when the salt begins to decompose. At a strong red heat, the salt 
decomposes, with strong intumescence but without detonation, throwing 
out carbonaceous pyrophoric masses, which immediately burn away when 
exposed to the air and leave carbonate of baryta. (Marchand.) 


2. Marchand. 
At 200% from indigo. from salicylic acid, 
Baer eee (Ge) © Wie ae 4) ay Le eee Vase Meee ioe 30°56 
CN BAO Sree sce ek 74:09 tee 67202 
HO) oie Se ee eS. Os 25%, 3347) 
C4NH*BaO + Aq.... 259°6  .... 100°00 
Crystallised. Marchand. 
Bare ene FAA ofS RATE. A nee ASG 
GUN ELS OS eee tire, cate 174°0 58°87 
HO Ree BOR, Ants 9°0 3°04 
ASV OBR eo. ones 36:0... 123078 eae 12°67 
CYNE BaO} 5 Ages... 295°6 ..... 100°00 


The nitrosalicylates of strontia, lime, and magnesia, are yellow and 
dissolve readily in water. (Buff.) 


Nitrosalicylate of Lead. — a. Neutral. — Obtained by treating the 
salt c with hot ammonia. Dark yellow, very fine powder, perfectly 
insoluble. (Buff, Dumas.) 


Buff. Dumas. 


Bee OU) crore ea tnneranseracenreetien D3 Gare OCIA © crsts ccs 66°14 .... 55°3 
eile see 1740 .... 43°76 


C4NH2Pb20" + Aq .... 397°6 .... 100°00 


b. Sesquibasic. — When nitrate of Jead is added to a hot solution of 
excess of nitrosalicylate of potash, the liquid deposits delicate needles of 
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a deep yellow colour, insoluble in water, whether hot or cold, but soluble 
in free nitrosalicylic acid. The salt is obtained in a less pure state 


by digesting the aqueous solution of the acid with carbonate of lead. 
(Buff.) 


Buff. Dumas. 
D> PoOe.. tee 36504. AR 4 O0S Me... cae 51°03 +i. 50 
2 CENTEO? ieee D450) 92785092 
SPbhO2CHNTHZO? 8 683742 =. 10000 


c. Acid. — 1. Obtained by gradually adding nitrosalicylate of potash 
to an excess of hot aqueous nitrate of lead.— 2. When carbonate of 
lead is added to a hot aqueous solution of nitrosalicylic acid till the 
effervescence becomes slow and a few yellow flakes separate, the liquid, if 
filtered hot, deposits the acid salt in crystals as it cools. — By the first 
process: pale yellow bulky precipitate, which, after washing with cold 
water and drying, presents the appearance of a pale yellow crystalline 
mass. — The second process yields yellow ill defined crystals. — The salt 
is somewhat more soluble in water than the free acid, so that on adding 
nitric acid to its solution, nitrosalicylic acid is precipitated. (Buff.) 


Buff. 
(1) (2) 
PEOVER ee DES Ie ee [Oo See 37335 2. 0" 4a 
CUAN TI 4)2 kris 174:°0 59°02 
H Overlook 9:0 ... 3:06 
C¥XH*PbO® + Aq pat 2948 .,... 100°00 
Ferric Nitrosalicylate. — The aqueous acid forms a hyacinth-red 


solution with erric oxide and reddens ferric salts. (Chevreul.) Ferric 
nitrosalicylate crystallises in dark red, almost black red needles, which 
dissolve sparingly in cold water, forming a blood-red solution. (Buff.) 


Cupric Nitrosalicylate. — The aqueous acid dissolves cupric oxide very 
readily; but the salt is soluble only in hot water, and separates again in 
green flakes on cooling. (Buff.) 


Mercurous Nitrosalicylate. — The potash-salt forms with mercurous 
nitrate a pale yellow precipitate, which is not easily decomposed by 


hydrochloric acid. It is insoluble in cold, and sparingiy soluble in hot 
water. (Buff.) 


Buff. 
HeOin cn. Wp chie eas ONS 2. AA 0G ok mies 43°26 
C4NH‘4O09 + 10HO........ POAT tay to 04 
CHXHHg?08 + 10Aq... 472. .... 100-00 


Nitrosalicylate of Silver. — The aqueous acid dissolves oxide of silver 
at the boiling heat, but the solution blackens if the boiling be too long 
continued. (Chevreul.) Neither nitrosalicylic acid nor nitrosalicylate of 
potask precipitates nitrate of silver. Nitrosalicylate of ammonia pro- 
duces with nitrate of silver a light yellow precipitate which dissolves 
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pretty readily in boiling water; the solution eftloresces slightly when 
evaporated. (Dumas, Marchand.) Small light red needles, soluble with 
difficulty in cold water. (Buff.) Straw-coloured needles united in stellate 


groups. (Marchand); they become darker in colour by exposure to light. 
(Major.) 


Dumas. Marchand. Major. 


PhP araee Paracas EUGs lee vot CO geene 30°6O42..1/ 9 S0'80Rie. a) 37-00 
Daa ere... £52 OS OM M.A) 2SP95N tears 29 22ers ute ol 00 gry. F-29520 
288 tuscan s taster Tee Pat” aS 4°45 
Lyi GI Soe Ae ee ee hs One ak os. Na ose eee ae a gay he Pema a8) 
TO ere S00 ges 27 0S 28°21 
CA Ago. 290 le 100-00 100°00 


The salt does not detonate when heated, but throws out shoots of 
carburet of silver, which burns and leaves pure silver. (Marchand.) 


The acid dissolves in alcohol, in all proportions at the boiling heat. 


Methylnitrosalicylic Acid, 
CN EO Deas 2b) Gee x Ha() > 


Canours. (1844.) MW. Ann. Chim. Phys. 10, 345; Pharm. Centr. 
1844, 438. 


Nitrosalicylformester, Anilate or Indigotate of Methyléne. 


When fuming nitric acid is added to methylsalicylic acid, cooled so 
that no spirting may take place, the liquid soon solidifies in a crystalline 
mass from which the free nitric acid may be extracted by boiling water: 
the product may be purified by two or three crystallisations from alcohol. 
(Cahours.) 

Very delicate yellowish needles which melt between 88° and 90°, and 
may for the most part be volatilised without decomposition. 


Cahours. 
Lig: ees OG nae, 64 8 57 om he 48°53 
Ne ee eee 14 FED Trees Gola 
FENG Ve! ee a Oe 2 B75 be eos a: 3°55 
NO Ore eet, meen 80 AO G2 aes 40°65 
C16NH70"........ 197>".... 100°00: “2.24. 100°00 


Decompositions. 1. When fuming nitric acid in slight excess is 
gradually added to methylnitrosalicylic acid, a brisk action takes 
place, and a dark red solution is formed. If the mixture be not 
cooled but gently heated at the last, the liquid becomes turbid and 
deposits drops of oil, which, if the heat be discontinued as soon as they 
cease to increase, form a yellow resinous mass; and this substance 
when dissolved in hot alcohol, separates almost completely on cooling in 
pale yellow ueedles which melt at 95°, and form on cooling a yellow 
radiated mass, which, if carefully raised toa higher temperature, sublimes 
in pale yellow slender needles; it dissolves sparingly and with slight 
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colour in cold water, and more abundantly in hot water, whence it sepa- 
rates in long, slender, nearly colourless crystals; it dissolves also in 
alcohol and ether, especially when hot. Neither the aqueous solution nor 
the acid obtained after decomposition with potash reddens ferric salts. 
‘The crystals contain 43°40 p.c. C, 9°57 N, and 3:28 H, and are therefore 
a mixture of methylnitrosalicylic and methylbinitrosalicylic acids. 
(Cahours.) Procter obtained a similar substance by boiling wintergreen 
oil with nitric acid of sp. gr. 1°4. 

2. Boiled with potash-ley, it yields methylic alcohol and nitrosalicy- 
late of potash. (Cahours.) 

3. It does not dissolve immediately in ammonia, but after three 
weeks a yellowish red solution is formed containing nitrosalicylamide. 


(Cahours.) 


Combinations. 1. The acid dissolves but very sparingly in water; it 
melts in boiling water, and the liquid on cooling deposits very slender 
pale yellow needles. — 2. It dissolves readily in potash or soda, forming a 
methylnitrosalicylate. (Cahours. ) 

It dissolves pretty readily in boiling alcohol, the solution solidifying 
as it cools. (Cahours.) 


Ethylnitrosalicylic Acid. 
C8N H990 — CHO.C4N BS O% 
Canours. (1844.) WV. Ann. Chim. Phys. 10, 367. 


Nitrosalicylvinester, Indigotic ether. 


When fuming nitric acid is gradually added to salicylate of ethyl, 
which is kept cool, a red liquid is formed from which water throws down 
a heavy oil solidifying after a while in a crystalline mass. The oil 
sometimes remains liquid for several days, but immediately solidifies, 
when a few drops of ammonia are added to saturate the free acid. When 
the solid mass is repeatedly washed with cold water and dissolved in hot 
alcohol, the solution yields by evaporation yellow silky crystals which 
must be repeatedly recrystallised. 

Yellowish needles, very much resembling methylnitrosalicylic acid. 
Melts in boiling water, and solidifies again on cooling. 


Cahours. 
CREE Gees Sent coe A 10S 2...) bo Lo eee, 50°94 
TNS Eo ccoteox 14 O° 6469 tas 6°64 
OI I nota ctese 9 A ee 4°31 
LOC) ots. e 80 01 ee 38°11 
C8NH°O".......3. 211 LOO: 0025S 4 100°00 


Decompositions. 1. Heated with potash or soda, it yields nitrosalicylic 
acid and alcohol. — 2. It is not immediately dissolved by ammonia, 
but when left in contact with it in a closed vessel, it gradually dissolves, 
forming nitrosalicylamide and alcohol. 


Combinations. The acid dissolves in cold potash or soda, forming an 
ethylnitrosalicylate of the alkali. 
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Appendix to Nitrosalicylic Acid. 


Nitroxybenzoic Acid. 
CUNH!0" = C¥XH°02,0!. 


GERLAND. Ann. Pharm. 91, 192; Pharm. Centr. 1854, 829. 


Oxybenzoic acid is treated with nitric acid of sp. gr. 1°36, and the 
excess of nitric acid evaporated over the water-bath. The solution of 
the yellow residue in hot water yields beautiful yellow rhombie crystals 
having an unpleasant bitter taste; they may be purified by repeated 
crystallisation from hot water. 


Gerland. 
Pee ee. ot Oe CE ae 45°95 
N 14 7°65 
Ths bebecns ain tan 5 2 tea barton 7) 
LOOP oe tea 80 ALB O7/ 9) 


When acted upon by strong nitric acid, it yields substitution-products 
in which 2 or 3 At. H are replaced by NO*, and which detonate with 
great violence when heated. 

The acid dissolves readily in hot water. The solution has a strong 
yellow colour even when dilute. 

The acid expels carbonic acid from its compounds and forms crystal- 
lisable salts. 


Nitroxybenzoate of Potash. — Crystallises readily in beautiful yellow 
shining prisms or needles, very much like picrate of potash. It dissolves 
very sparingly in cold, readily in boiling water. Gives off its water of 
crystallisation at 100°. 


Gerland. 
Op et ae AT Desin OLGA ibe, 21°62 
CYUN HAO? 6 2174-0. 0 aS Oo 


CUNT 1 Or 12 bee 100700 


Decomposes with slight detonation when heated. 


Oxynitro-nucleus C4%X?H'0?, 


Binitrosalicylic Acid. 
C“N?H‘O"' — Gi xX2HA02,.08 


Canours. (1849.) WV. Ann. Chim. Phys. 25,11; Ann. Pharm. 69, 232: 
J. pr. Chem. 46, 325; abstr. Compt. rend. 27, 485; Pharm. Centr, 
1849, 163. 

Stennouse. Phil. Trans. 1851, 148; Ann. Pharm. 78,1; Pharm. Centr. 
1851, 434. 


Nitropopulinsiure, Acide nitrosalicylique binitre. 
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_ Formation. 1. By the action of nitrosulphuric acidon methylsalicylic 
acid. (Cahours.) — 2. By heating the aqueous extract of the branches of 
Populus balsamafera or Populus nigra with dilute nitric acid. (Stenhouse.) 


Preparation. 1. From Methylbinitrosalicylic acid. — When methyl- 
binitrosalicylic acid is boiled for a few minutes with strong caustic potash, 
a brown-red solution is formed, which on cooling deposits red binitro- 
salicylate of potash. This salt, or the yellow ‘salt obtained from it by 
boiling with dilute nitric acid, is treated with fuming oil of vitriol at a 
temperature below 50°, whereby sulphate of potash is produced. The 
binitrosalicylic acid is precipitated from the solution by cold water. 
(Cahours.) 

2. Brom Nitropopulic acid. — The chopped branches of Populus 
balsamifera or Populus nigra are exhausted with boiling water, the dark 
brown bitter liquid evaporated to an extract, and this extract heated for 
24 hours with dilute nitric acid, whereupon. large quantities of nitrous 
vapours are evolved with a pleasant aromatic odour. At the boiling 
heat nothing but picric acid would be formed. The liquid is evaporated 
to dryness over the water-bath, the residue dissolved in a large quantity 
of hot water, and the liquid filtered through a cloth after cooling—where- 
upon it deposits a large quantity of resin, which when treated with 
nitric acid, still yields a large quantity of binitrosalicylie acid. — The 
clear liquid is then concentrated over the water-bath, and after cooling, 
exactly neutralised with carbonate of potash, whereupon it gradually 
deposits picrate and binitrosalicylate of potash in crystals, while oxalate 
and nitrate of potash remain dissolved. The crystals are washed with 
cold water, pressed and triturated with a small quantity of cold dilute 
carbonate of potash, which dissolves the binitrosalicylate of potash; the 
solution is filtered from the picrate of potash and slightly supersaturated 
with hydrochloric acid; the binitrosalicylate of potash, which is precipi- 
tated in the form of a crystalline powder, is washed with a small quantity 
of water, and redissolved in a very small quantity of carbonate of potash, 
which again leaves picrate of potash undissolved; the binitrosalicylate 
of potash precipitated with hydrochloric acid, and repeatedly crystal- 
Jised from hot water with addition of animal] charcoal; and the now light 
yellow salt is boiled with a large quantity of hydrochloric acid. Binitro- 
salicylicacid then crystallises out, still contaminated witha yellow substance 
which adheres to it closely, but may be removed by crystallisation, first 
from hot hydrochloric acid, then from hot water, with addition of animal 
charcoal. The crystals are quickly freed from the mother-liquor, pressed 
between paper, and dried in vacuo. 


Properties. By slow crystallisation it forms small, hard, colourless 
prisms; by quick cooling, needles haying a silky lustre. Melts at a 
gentle heat and sublimes undecomposed when carefully heated. (Cahours, 
Stenhouse.) The air-dried crystals give off in vacuo 7:21 per cent. of 
water (2 At. calc. 7°31 p. c.) (Stenhouse.) 


CGaWouls Stenhouse. 
‘from Pop. bals. from Pop. nigra. 
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Decompositions. 1. In contact with the air, it burns with a bright 
flame. (Stenhouse.) — 2. Exposed to the air in the moist state, it quickly 
turns yellow. (Stenhouse.) — 3. By boiling with strong nitric acid, it is 
quickly converted into picric acid. (Cahours, Stenhouse.) — 4. Boiled 
with hydrochloric acid and chlorate of potash, it forms chloranil. (Sten- 
house.) — 5. It is not decomposed by chloride of lime at ordinary tem- 
peratures, but if the liquid be boiled, violent effervescence takes place 
and chloropicrin is given off in abundance. (Stenbouse.) —6. The solu- 
tion in oil of vitriol decomposes at 100°, giving off sulphurous acid and 
leaving a carbonaceous mass. (Cahours.) 


Combinations. The acid is nearly insoluble in cold water but dissolves 
abundantly in hot water. (Cahours.) It dissolves readily in water, 
forming a yellow solution. (Stenhouse.) 

It dissolves without decomposition in slightly heated oil of vitriol, 
and is precipitated by water. (Cahours.) In dilute sulphuric and hydro- 
chloric acid, it is less soluble than in water, forming pale yellow solutions 
which become deeper in colour when further diluted. (Stenhouse.) 

The binitrosalicylates are mostly yellow and sparingly soluble in 
water. They detonate violently when heated. The formula of the 
neutral salts is C’*X?H?M?0%. 


Binitrosalicylate of Ammonia. — The acid dissolves readily in ammo- 
nia, and the solution when evaporated forms beautiful small yellow 
needles. (Cahours.) It is somewhat more soluble in water than the 
potash-salt. (Stenhouse. ) 


Cahours. 
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Binitrosalicylate of Potash. —a. Neutral. — Produced when methy]l- 
nitrosalicylic acid is decomposed by boiling with excess of strong potash- 
ley. Beautiful needles having a splendid yellowish red colour and satiny 
lustre, and united in stellate groups. Appears to be completely decom- 
posed by continued boiling with potash. Detonates violently on glowing 
coals or on a hot plate. (Cahours. ) 


Cahours. 
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b. Monobasic. — Produced by neutralising the aqueous acid with 


carbonate of potash. (Stenhonse), or by heating a with dilute nitric 
acid; it then separates on cooling. (Cahours.) Small lemon-yellow 
prisms. (Stenhouse.) — The salt dissolves very sparingly in cold water, 
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and not at all in alcohol or ether. (Cahours.) It dissolves very readily 
in alkaline liquids and is precipitated therefrom by acids.( Stenhouse.) 
It deposits the free acid when boiled with strong hydrochloric acid. 
(Stenhouse.) It dissolves in slightly heated oil of vitriol, and the 
solution, on being mixed with water, deposits the acid in crystalline 
lamin. (Cahours.) It detonates on glowing coals, but not so strongly 
as a. 


Cahours. Stenhouse. 
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Biuitrosalicylate of Soda. — Obtained by neutralising the aqueous 
acid with carbonate of soda. (Stenhouse.) Small spicular crystals. 
(Stenhouse.) Yellow shining needles (Cahours.) More soluble in 
water than the potash-salt. 


Stenhouse: 
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C¥4X?H%NaO0®,,.. 250... 100°00 


Binitrosalicylate of Baryta.—a. Neutral. — Boiling baryta-water 
is added to the boiling aqueous solution of the acid as long as a precipi- 
tate is formed; this precipitate is then quickly washed with hot water 
and dried in vacuo. Very small crystals. 


Stenhouse. 
OD hg CF ee ake ee ee 1pS°2h sn a 1 41°12 
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6. Acid. — Baryta-water is added to the hot aqueous acid as long as 
the resulting precipitate redissolves on agitation. The solution on cool- 
ing yields crystalline grains which are dried, first in vacuo, afterwards 


over the water-bath. 


Stenhouse. 


101) 8 lage Ae Scere 1050 ee 20 UL ae. 25°84 
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The aqueous acid colours fervous salts yellow, ferric salts dark red. 
The potash-salt precipitates neutral and basic acetate of lead with 


the aid of heat. (Stenhouse.) 


Binitrosalicylate of Silver. — Separates in small crystalline grains 
from the solution of carbonate of silver in the aqueous acid. (Cahours, 


Stenhouse.) 
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Cahours. Stenhouse. 
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The acid dissolves in alcohol whether weak or strong, more readily 
than in water. (Stenhouse.) It is very sparingly soluble in alcohol and 
ether. (Cahours.) | 


Methylbinitrosalicylic Acid. 
ClN?2HfOH — CAHFO Gx 71°. 


Canours. (1849.) Compt, rend. 27, 485.—WN. Ann. Chim. Phys. 
25,6; Ann. Pharm. 69, 230; J. pr. Chem. 46, 321; Pharm. Centr. 
1849, 161. 


Binitrosalicylformester, Acide gaulthérique binitrique, Salicylate de methyléne 
binitrique. 


Formation and Preparation. When methylsalicylic acid is dropped 
into a mixture of fuming nitric acid and fuming oil of vitriol kept cool 
by cold water, a clear dark orange-coloured liquid is produced. As soon 
as the drops of methylsalicylic acid cease to dissolve, a small quantity 
more of nitrosulphuric acid is added, the mixture shaken till the solution 
is complete, and the liquid after some minutes diluted with eight times 
the quantity of water, whereupon the methylbinitrosalicylic acid sepa- 
rates out and may be crystallised from solution in boiling alcohol. The 
aqueous mother-liquor contains methylternitrosalicylic acid. 


Properties. Yellowish white crystalline scales which become nearly 
colourless after two crystallisations, Heavier than water. Melts | 
between 124° and 125°, forming a pale yellowish liquid which solidifies 
in a fibrous mass on cooling. Volatilises completely when carefully 
heated in a retort, and sublimes in very delicate shining lamin. 


Cahours. 
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Decompositions. 1. When suddenly heated, it detonates, and decom- 
poses completely, emitting a black smoke and leaving a copious carbona- 
ceous residue. —2. By continued boiling. either with fuming or with 
commercial nitric acid, it is completely decomposed, with formation of 
picric acid. By the continued action of nitrosulphuric acid, it is con- 
verted into methylternitrosalicylic acid. — 3. Its solution in oil of vitriol 
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gives off carbonic acid between 75° and 80°; if it be gradually heated 
and too great a rise of temperature prevented by frequent immersion in 
cold water, a colourless liquid is formed, which is rendered turbid by 
addition of a large quantity of water, and on cooling yields small shining 
needles, which dissolve readily in boiling water or alcohol, and crystal- 
lise on cooling. —If the solution in oil of vitriol be heated somewhat 
more quickly or above 100°, the liquid turns red and ultimately black, 
giving off carbonic and sulphurous acids, and deposits brown flakes when 
mixed with water. —4. Boiled with strong potash-ley, it forms binitro- 
salicylate of potash and methylic alcohol. 


Combinations. The acid is insoluble in water, even at the boiling 
heat. 

It dissolves in gently heated oil of vitriol, and is precipitated there- 
from by water in nearly colourless scales having a strong lustre. 

It does not dissolve in nitric acid either dilute or concentrated, — It 
dissolves without decomposition in fuming nitric acid at temperatures 
between 30° and 40°, and is reprecipitated by water in its original state. 
The solution in gently heated nitrohydrochloric acid deposits on cooling 
needles of the unaltered substance. 

With salifiable bases, the acid forms the methylbinitrosalicylates 
(Gaulthérates binitriques. ) 


Methylbinitrosalicylate of Ammonia. — The acid dissolves in heated 
ammonia, and the solution on cooling deposits yellow transparent needles, 
which dissolve sparingly in cold, readily in hot water. Acids precipitate 
the methylbinitrosalicylic acid in its original state. 


Cahours. 
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Methylbinitrosalicylic acid dissolves without decomposition in dilute 
potash or soda-ley, forming salts which crystallise by evaporation. 


Methylbinitrosalicylate of Silver. — Nitrate of silver added toa dilute 
aqueous solution of the ammonia-salt, forms a beautiful yellow pulverulent 
precipitate, which may be washed with water and dried in vacuo. | 


Cahours, 
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Methylbinitrosalicylic acid is nearly insoluble in eold alcohol, but 
dissolves readily in that liquid at the boiling heat, 
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Ethylbinitrosalicylic Acid. 
CN2H80% — C4H50,C!X?H305, 


Canours. (1849.) WN. Ann. Chim. Phys. 25, 19; 27,4638; Ann. Pharm. 


69, 235; 74, 8138; J. pr. Chem. 46, 332; 49,232; Ann. Pharm. 
1849, 164. 


Binitrosalicylvinester, Ether salicylique binitré. 


Formation and Preparation..— 1. When binitrosalicylic acid is dis- 
solved in absolute alcohol, dry hydrochloric acid gas passed into the 
boiling solution, the liquid evaporated to one-half, and water added, a 
heavy oil is thrown down which soon solidifies; and if this oil be washed 
several times with water and then dissolved in boiling alcohol, the solution 
on cooling yields crystals of ethylbinitrosalicylic acid. — 2. Ethylsalicylic 
acid is treated with nitrosulphuric acid in the same manner as methyl- 
salicylic acid for the preparation of methylbinitrosalicylic acid. 


Properties. Beautiful yellowish white scales and plates. The com- 
pound melts at a gentle heat and solidifies again in the crystalline form 
on cooling. After being heated for some time, it remains liquid for a 
considerable time on cooling and then solidifies in the form of a resin. 


Cahours 
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Boiled with potash-ley, it yields alcohol and binitrosalicylate of 
potash. 


With alkalis it forms soluble crystallisable salts. 


Oxynitro-nucleus C4X°H%0?, 


Methylternitrosalicylic Acid. 
C'8§N3H5018 = C#H?O,0* X23 H208. 


Canours. (1849.) Compt. rend, 24, 553; NV. Ann. Chim, Phys. 25, 20; 
J. pr. Chem. 46,321; 49, 282; Ann. Pharm. 69, 2380; 74, 313; 
Pharm. Centr. 1845, 165. 


Formed by the continued action of nitrosulphuric acid on methyl- 
salicylic acid, and is contained in the mother-liquor from which the 
methylbinitrosalicylic acid has crystallised out (p. 317); it separates in 
the crystalline form when the mother-liquor is evaporated. After solu- 
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tion in cold alcohol, in which the methylbinitrosalicylic acid is much less 
soluble, the ternitrated acid is obtained in yellow transparent tables. It 
is difficult to purify from picric acid. 


Cahours. 
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Oxy-amidogen Nucleus C4AdH%0?. 


Salicylamic Acid. 
C“NH’0! = O¥AdH®0?,02. 


Procter. (1848.) WW. J. Pharm. 3, 278; Ann. Pharm. 48, 69; 
J. pr. Chem. 29, 470; Pharm. Centr. 1843, 699. 

Canours. WV. Ann. Chim. Phys. 10, 850; Pharm. Centr. 1854, 55, 486. 

Limpricut. Ann. Pharm. 98, 256. 


Salicylamide. 


Formation. By heating salicylate of ammonia; or by the action of 
ammonia on methylsalicylic or ethylsalicylic acid. 


Preparation. When methylsalicylic acid is shaken up with ammonia, 
it gradually disappears; and the brown solution when evaporated, yields 
crystals which may be recrystallised from boiling alcohol. (Procter.) — 
The compound is not formed by the action of ammoniacal gas on oil of wintergreen. 
(Limpricht.) — 2. One measure of methylsalicylie acid placed for some 
days in a closed vessel together with 5 or 6 measures of saturated 
alcoholic ammonia, gradually disappears and forms a brown-yellow liquid 
which, when evaporated to one-half at a gentle heat, deposits long 
needles. On evaporating the liquid to dryness and distilling the residue, 
ammonia is given off at first, and afterwards a liquid collects in the upper 
part of the retort, which solidifies in the crystalline form on cooling; 
this liquid is dissolved in ether and the solution left to evaporate. 


(Cahours.) 


Properties. Yellowish white lamine having a strong lustre. Melts 
when gently heated and yolatilises undecomposed when carefully raised 
to a higher temperature. Has an aromatic odour like that of aniseed 
and reddens litmus rather strongly. (Cahours.) Four-sided prisms with 
dihedral summits which melt at 118°, and at a temperature a few 
degrees higher, sublime without decomposition in small scales. Inodor- 
ous, or having an aromatic odour only after crystallisation from alcohol. 
(Procter.) — Crystallises from boiling water or alcohol in long laminze 
having a yellowish colour not removable by treatment with animal char- 
coal. Has an acid reaction. Melts at 132°, and sublimes undecomposed 
at this and a somewhat higher temperature, in large colourless lamine. 
(Limpricht.) 
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Cahours. Limpricht. 
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This compound is isomeric with benzamic [amidobenzoic] and anthranilic acids. — 
q. It has usually been regarded as salicylamide, that is to say, as the neutral amide 
C450! 
N H _ ,of monobasic salicylic acid (pp. 249, 250). But Limpricht has shown that 
H 
it forms definite salts with bases and may be regarded as an amidogen-acid formed from 


4 
the type oy bo by the substitution of the biatomic radical C4H‘O?, for 2 At. 


; 2(C14 F402 
H in NH‘, its rational formula being therefore ee - = bos, 


Decompositions. 1. When heated considerably above its melting 
point, it begins to boil at 270°, giving off water and small quantities of 
secondary products (carbolic acid and carbonate of ammonia), and if the 
operation be stopped when one-fourth of the substance is volatilised, the 
residue consists of salicylimide, C*NH°O? = C¥NH'0* — 2HO.  (Lim- 
pricht.) .—2. Its vapour passed through a red-hot tube containing 
quick-lime, yields a very small quantity of aniline, together with large 
quantities of ammonia and carbolic acid. (Muspratt & Hofmann, Ann. 
Pharm. 53, 222.) —38. Treated with fuming nitric acid, it yields a 
beautifully crystallised substitution-product. (Cahours.) —4. It is de- 
composed by chlorine and bromine. —4. Treated with strong bases and 
acids in excess, it is resolved into salicylic acid and ammonia. (Cahours.) 
[This statement requires modification (v. inf.)] — Dissolves without decomposi- 
tion in hot hydrochloric and nitric acid, and is precipitated from the 
solutions by water. (Procter.) —5. With chloride of benzoyl, it forms 
benzosalicylamide [benzosalicylamic acid] and hydrochloric acid. (Ger- 
hardt & Chiozza.) 


Combinations. The acid dissolves sparingly in cold, more abundantly 
in boiling water, and erystallises in long needles on cooling. (Procter, 
Cahours.) It dissolves readily in potash -ley and in ammonia. (Procter.) 
— @ Jt dissolves in aqueous solutions of the alkaline carbonates without 
elimination of carbonic acid, and crystallises out unaltered when the 
solutions are concentrated. It dissolves readily in warm aqueous ammonia 
and erystallises out unaltered as the ammonia evaporates. (Limpricht. ) 

The Salicylamates of Potash and Soda are obtained by decomposing 
the baryta-salt with an exactly equivalent quantity of sulphate of potash 
or soda; the liquid filtered from the sulphate of baryta and evaporated 
to a syrup, solidifies in a radiated crystalline mass difficult to purify. 
(Limpricht.) 


Salicylamate of Baryta. — The acid dissolves readily in strong 
baryta-water and the solution yields by evaporation concentrically 
grouped needles of the baryta-salt, easily soluble in water. 


Salicylamate of Strontia. — Prepared like the baryta-salt, which it 
much resembles. 
VoL. XII. ' 
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At 100°. Limpricht. 
a Ek Cen atom ee Ree ae Ys 24°4 
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Salicylamate of Lime. — Obtained by treating the acid with milk of 
lime. — Very soluble crystals united in warty groups. 


At 100°. Limpricht. 
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Salicylamate of Magnesia. — Obtained in warty, easily soluble 
crystals by digesting salicylamic acid with water and magnesia. 

The solutions of the salicylamates of the alkaline earths appear to 
be decomposed during evaporation by the carbonic acid of the air. 
(Limpricht.) 


Salicylamate of Copper. — Soluble salicylamates form with acetate 
of copper a green precipitate consisting of microscopic crystals. 


Aft 100°. Limpricht, 
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Salicylamate of Silver. — Nitrate of silver added to the solution of 
an alkaline salicylamate, throws down grey amorphous flakes which 
blacken when the liquid is boiled. 


Dried over oil of vitriol. Limpricht. 
| A Cade ore er 84° us. 344 
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Salicylamic acid dissolves abundautly in alcohol and in ether. 
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{. Salicylimide. C'*NH*0O?. 
Limpricut. Ann. Pharm. 98, 261. 


Produced by the action of heat on salicylamic acid (p. 321). The 
residue obtained by heating the acid to 270° is washed with cold aleohol, 
to remove undecomposed salicylamic acid; it then consists of a yellow 
powder, which under the microscope appears to consist of crystalline 
Scce Does not melt at 200°. It is coloured purple by sesquichloride 
of iron, 


Limpricht. 
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1447402 
e ste that is to say as ammonia in which 2 H are 


May be regarded as N{ 


replaced by the biatomic radical C'H'O?. The formation of this compound affords 
decisive proof of the bibasic nature of salicylic acid. 


Salicylimide is insoluble in water and in aqueous ammonia, but is 
dissolved by alcoholic ammonia, forming a yellow solution, which when 
evaporated leaves the compound apparently unaltered. Acids decolorise 
the solution; acetate of lead forms in it a white precipitate, nitrate of 
silver a yellowish precipitate, and sulphate of copper a slight greenish 
precipitate. 

It is nearly insoluble in boiling alcohol and ether. 


7. Hthylsalicylamic Acid. 
C™NH'O! = C¥(N.H.C#H®) H°0? [= Siena saonabaniats O21 


Limpricut. Ann. Pharin. 98, 262. 


Obtained by the action of ammonia on methylsalicylate of ethy] 


(p. 258). 


2 +775 14 3 
es tewgreenels Mon fe Bed HAG HIK OHO bo + C?H402, 


By the further action of ammonia, neutral salicylamide appears to be formed: 


NEO He el Os + NH? = N? aaa + CHH0?, 
Crystallises from the hot aqueous solution in small colourless needles; 
from alcohol or ether in somewhat thicker crystals. When immersed in 
a quantity of boiling water not sufficient to dissolve it, it melts into an 
oil; but when heated alone it melts only at 110°, and solidifies again in 
the crystalline form on cooling. Sublimes at a very moderate heat. 


Has a slight acid reaction. 
Yee 
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Limpricht. 
a. b. €. 
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a was prepared from methylsalicylate of ethyl obtained by heating methylsalicylate 
of baryta with sulphovinate of potash to 100° in sealed tubes; the oily neutral ether 
thus obtained was heated with aqueous ammonia to 100° in sealed tubes for a few 
hours; 0} and c were obtained by leaving aqueous ammonia in contact for some days at 
ordinary temperatures with methylsalicylate of ethyl prepared by heating methylsali- 
cylate of potash with iodide of ethyl. 


Ethylsalicylamic acid is nearly insoluble in cold water, but dissolves 
pretty readily in boiling water. The solution is coloured purple by sesqui- 
chloride of iron, green by sulphate of copper, and yields a precipitate 
with neutral acetate of lead after addition of ammonia. 

It dissolves at a gentle heat in hydrochlo:ic, nitric and strong sulphuric 
acid, and is precipitated from the two former on cooling, from the last 
on addition of water. 

It dissolves in warm potash-ley and separates out on cooling. 

In alcohol and ether it dissolves very readily at the boiling heat, 
much less at ordinary temperatures. 4 


Benzoylsalicylamic Acid. 


C8N H'0O§ — CM Ne TC i ia a pee CNS aS bo*. 


GreRuARDT & Cutozza. Compt. rend. 37, 86. 
LimpricutT. Ann. Pharm. 99, 249. 


Benzoylsalicylamid, Azoture de benzotle, de salicyle et d’hydrogeéne. 


Formation. By the action of chloride of benzoyl on salicylamic 
acid ; 


CHNH/O*--" C¥CIH°O2 "=" C2NHUO° 4° HC!: 


Preparation. Chloride of benzoyl and salicylamic acid in equal 
numbers of atoms are heated together to 120° — 145° as long as hydro- 
chloric acid continues to escape; and the residue — which remains liquid 
and viscid for a long time after cooling, but becomes crystalline on the 
addition of a few drops of alcoho! or ether —is washed with a small 
quantity of ether and dissolved in boiling alcohol, whence it crystallises 
on cooling. 

Very slender needles united in flocks. 

The acid when heated gives off water and is converted into benzoyl- 
salicylimide (Limpricht) : 


CSNHU0% — 2HO = C3NH904, 


BENZOYLSALICYLIMIDE. ooo 


After fusion it remains for a long time resinous and gummy, and is no 
longer completely soluble in hot ammonia. The yellow residue dissolves 
easily in alcohol, and the yellow solution deposits after evaporation small 
needles which dissolve very readily in alcohol, forming a yellow solution 
which is decolorised by hydrochloric acid; they appear to consist of an 
ammonia-salt. —It is attacked by chloride of benzoyl, and the crystal- 
line product appears to be reconverted into benzoylsalicylamic acid by 
the action of water or alcohol. (Gerhardt & Chiozza.) 

The acid dissolves very easily in ammonia, but is deposited in its 
original state when the ammonia evaporates (Gerhardt & Chiozza, 
Limpricht), or when the solution is mixed with an acid. (Limpricht.) 
The acid dissolves in the fixed alkalis, forming deep yellow solutions, 
but is generally resolved at the same time into benzoic and salicylamic 
acids. (Limpricht.) — It dissolves in warm carbonate of soda without 
evolution of carbonic acid; and the solution when treated with acids, 
deposits very soluble crystals, probably consisting of benzoic and 
salicylamic acids. (Limpricht.) — Its solution in strontia-water first 
deposits crystals of benzoate and afterwards of salicylamate of strontia. 
The first crop of crystals contained 26°6 p.c. strontium, and the second 24:4 p.c.; the 
formula of the benzoate requires 26'4 p.c., and that of the salicylamate 23°3 p. c. 
strontium. (Limpricht.) 

The ammoniacal solution forms a light lemon-yellow precipitate with 
neutral acetate of lead, and light blue with sulphate of copper. (Gerhardt 
& Chiozza.) 

Silver-salt. — The ammoniacal solution of the acid forms with nitrate 
of silver a yellow precipitate which becomes strongly heated with chloride 
of benzoyl, forming chloride of silver. (Gerhardt & Chiozza.) 


Limpricht. 
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The acid dissolves. very sparingly in boiling alchohol. 


{| Benzoylsalicylimide. 
GENT Ost. © 1-0" C204 


Limpricut. Ann. Pharm. 99, 250. 


Benzoylsalicylamic acid heated to 270° in a small retort till about 
one-third has yolatilised, yields a distillate containing water, benzoic 
acid and oily products, and a residue consisting of benzoylsalicylimide 
and undecomposed benzoylsalicylamic acid, which latter may be removed 
by boiling with small quantities of alcohol. The remaining pulverulent 
benzoylsalicylimide dissolved in a larger quantity of boiling alcohol, 
separates on cooling in small yellowish needles, which when dry form a 
slightly interlaced mass. 
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Ammonia in which 2 At. H are replaced by C!H‘O2, and the remaining atom by 
benzoyl C4#H®C?. 


The compound dissolves in about 1000 pts. of boiling alcohol. 1. 


Anthranilic Acid. 
COUN HOS CAGE ORO?, 


Frirzscnr. (1841.) J. pr. Chem. 28, 76; Ann. Pharm. 389, 83; 
Pharm. Centr. 1841, 327. 

Ligesia. Ann. Pharm. 89, 91; Pharm. Centr. 1841, 601. 

CHANCEL. Compt. chim. 1819, 185; Compt. rend. 28, 422; Pharm. Centr. 
1849, 332. 

Ger~ann. Ann. Pharm. 86, 143; abstr. J. pr. Chem. 57, 252; 60, 110; 
Chem Gaz. 1852, 287; Pharm. Centr. 1853, €01. 

Kuset. Ann. Pharm. 102, 236. 


Carbanilic acid, Phenylcarbamie acid, 


Formation. 1. By heating indigo with potash-ley. (Fritzsche.) — 
2. By heating chrysanilic acid with dilute acids. (Fritzsche.) —3. By 
the action of potash on aniline-urea. (Chancel.) 


C14N?H8O? + KO,HO = C4NH®KO* + NH. 


Preparation. 1. Indigo from the vat is added in small portions to 
boiling potash-ley of such a strength as to boil at 150°, till chrysanilate 
of potash begins to separate; the mass which solidifies on cooling is 
dissolved in alcohol and filtered; the filtrate is exposed to the air till its 
green colour changes to brown; the caustic potash converted into car- 
bonate by passing carbonic acid into it; and the liquid decanted from 
this salt is freed from alcohol by distillation : as the solution becomes con- 
centrated, anthranilate of potash separates out. The saline mass freed 
from the mother-liquor by means of bibulous paper is dissolved in the 
smallest possible quantity of water; and the filtered solution is mixed with 
acetic acid, which at first produces turbidity and afterwards an abundant 
crystalline precipitate of anthranilic acid. The acid first separates in small 
drops which afterwards unite into crystals. (Fritzsche.) -— 2, When chrysanilic 
acid is boiled for some time with dilute sulphuric acid, the solution on 
cooling deposits black-blue needles; and the liquid separated therefrom 
containing anthranilic acid and another acid, is saturated with sulphate 
of zinc, and carefully neutralised with dilute potash, whereby anthranilate 
of zinc is precipitated in the form of a fine yellowish powder difficult to 
wash. Ifa small brownish flocculent precipitate forms at the beginning of the neutra- 
lisation, the liquid must be filtered from this precipitate before the zinc-salt is further 
neutralised with potash. The zine-salt is heated with alcohol to the boiling 
point; sulphuric acid diluted with alcohol is added by drops, avoiding an 


ANTHRANILIC ACID. Nya 


excess; and the liquid is filtered : anthranilic acid then separates from it 
either on cooling or after partial evaporation. (Fritzsche.) —3. One pt. 
of finely pulverised indigo boiled in a silver dish with 10 pts. of potash- 
ley of sp. gr. 1°35, is quickly attacked, without evolution of gas. The 
solution, which becomes red ‘and thickish, is repeatedly diluted with water 
and then concentrated by boiling; and before al] the indigo is dissolved, 
peroxide of manganese is added in successive small portions till a sample 
diluted with water no longer turns blue on exposure to the air. The 
thick mass, which now contains nothing but anthranilate of potash and a 
little free potash, is diluted with hot water, and supersaturated with dilute 
sulphuric acid; the resulting grey-brown precipitate separated by filtra- 
tion; the filtrate neutralised with potash and evaporated to dryness; and 
the anthranilate of potash extracted from the residue by cold water or 
alcohol. The aqueous solution (obtained by treating with water the 
residue of the alcoholic solution, if alcohol has been used as the solvent) 
mixed with acetic acid, yields after 24 hours an abundant crystallisation 
of anthranilic acid. These crystals are washed with warm water, dis- 
solved in 10 to 15 pts. of boiling water, and milk of lime then added 
sufficient to produce an alkaline reaction; the liquid filtered from the 
excess of lime yields on cooling colourless crystals of anthranilate of 
lime. If coloured, they must be decolorised by solution in hot water and boiling with 
animal charcoal. The hot aqueous solution of the lime-salt mixed with 
acetic acid, deposits the acid in yellowish crystals as it cools. If the 
crystallisation is preceded by a milky turbidity, there is an impurity 
present which must be removed by boiling with blood-charcoal. (Liebig.) 

4, Aniline-urea is boiled with strong potash-ley as long as ammonia 
continues to escape, and the liquid is supersaturated with acetic acid. If 
the solution has not been too much concentrated, no precipitate appears, 
but the anthranilic acid separates on cooling in crystals which may be 
purified by recrystallisation. (Chancel ) 


Properties, Transparent, very lustrous laminz with dihedral sum- 
mits.—The nearly cooled solution of the lime-salt yields, after addition of 
acetic acid, slender white four and six-sided needles. (Liebig.) The acid 
obtained by the first process (p. 826) isa sandy powder; if the acetic acid 
forms a layer above the other liquid, colourless crystalline scales are 
obtained, resembling those of benzoic acid; the alcoholic solution yields 
large crystalline lamin. (Fritzsche.) The acid melts at about 135°. 
(Fritzsche.) It sublimes at a gentle heat in shining laminze resembling 
those of sublimed benzoic acid (Liebig); as a fine crystalline powder. 
(Fritzsche.) Has a sweetish taste. (Fritzsche. ) 


Fritzsche. Liebig. 
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Isomeric with emidobenzcic and salicylamic acids. 


Decompositions. 1. Boils when heated above 125° and is resolved 
into carbonic acid and aniline. (Fritzsche.) 


CUNH7O4 = C2NH? + 2C0?. 
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The decomposition is most complete when the acid is mixed with twice 
its bulk of powdered glass and distilled in a glass tube over a spirit- 
lamp; the distillate yields laminze of anthranilic acid which disappear in 
rectification. (Liebig.) — 2. Heated with ordinary nitric acid, it does not 
evolve any nitrous vapours, and the liquid on cooling deposits crystalline 
laminz which dissolve readily in water, do not pr ecipitate baryta-water, 
colour ferric salts blood-red, and give off ammonia when treated with 
potash: they are therefore nitrosalicylate of ammonia. (Gerhardt, V. Ann. 
Chim. Phys. '7, 227.) — 3. When uitrous acid is passed into the dilute 
aqueous solution of anthranilic acid, as long as bubbles of nitrogren are 
evolved, it is resolved into salicylic acid, nitrogen and water. (Gerhardt.) 


C¥UN H‘O* + NO® z= CYH®O® + 2N + HO. 


4. The acid treated with chlorate of potash and hydrochloric acid 
yields chloranil (Hofmann, Ann. Pharm. 52, 65): 


C4NH70# + 8Cl + 40 = C¥CHO* + 2CO? + 4Cl + NH3, 


Combinations. The acid dissolves with some difficulty in cold but 
pretty easily in boiling water. 


q. Sulphate of Anthranilic Acid. — C4NH'04,SHO*. — Obtained by 
precipitating the hydrochlorate with sulphate of silver. Generally forms 
needles united in concentric groups. (Kubel.) 


Kubel. 
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Hydrochlorate. C“NH'O*,HCl. — Dry anthranilic acid prepared from 
indigo absorbs hydrochloric acid gas, but does not in this manner readily 
form a definite compound. But when anthranilic acid is dissolved in 
warm concentrated hydrochloric acid, the new compound crystallises in 
slender needles on cooling. (Kubel.) 


Dried over oil of vitriol. Kubel. 
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Nitrate. C*NH"0*,N HO®. — Obtained by precipitating the hydrochlo- 
rate with 1 At. nitrate of silver. The liquid filtered from the chloride 
of silver yields by evaporation large prismatic crystals easily soluble in 
boiling alcohol. — When 1 At. of hydrochlorate of anthranilic acid is mixed with 


2 At. nitrate of silver, the filtered liquid after concentration yields a compound which 
contains silver, but apparently not in sufficient quantity to form the compound 
CN H704,NHO® + NAgO® — Nitrate of baryta does not appear to combine with nitrate 
of anthranilic acid. (Kubel.) 


Oxalate. — Prepared by treating the hydrochlorate with oxalate of 
silver. Crystallises in small silky scales. (Kubel.) 
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Aft 100°. Kubel 
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The compounds of anthranilic acid with bases yield aniline by dry 
distillation, like the free acid, but a considerable quantity of charcoal is 
separated at the same time. The decomposition is less simple than that 
of the free acid, because in the salts, one atom of hydrogen is replaced by 
a metal. (Fritzsche.) 

The anthranilates of the alkalis are crystallisable, dissolve readily in 
water and alcohol, have a sweetish taste, and do not deliquesce when 
exposed to the air. (Fritzsche.) 

Anthranilate of Lime crystallises from the hot aqueous solution in 
colourless transparent rhombohedrons; it dissolves sparingly in cold, but 
with tolerable facility in hot water. (Liebig.) 


Anthranilate of Silver. — The solution of the lime-salt, or the aqueous 
acid neutralised with ammonia, yields, when mixed at the boiling heat 
with nitrate of silver, a precipitate composed of white laming, which 
dissolves completely in boiling water and crystallises with silvery lustre 
on cooling. (Liebig.) 


Liebig 
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The acid dissolves readily in alcohol and ether. 


Appendix to Anthranihe Acid. 


Chrysanilic Acid. 


Fritzscue. (1841.) J. pr. Chem. 28, 67; Ann. Pharm. 39, 78.—— 
J. pr. Chem. 28,199; Pharm. Centr. 1841, 323. 
GerHArpDT. fev. scientif. 10, 371. 


Preparation. Finely divided indigo is added by successive portions 
to potash-ley boiling at 150°, till chrysanilate of potash begins to sepa- 
rate, the mixture is then left to cool, and water added to the solidified mass, 
The liquid is either mixed with a quantity of dilute acid sufficient only to 
saturate the greater part of the potash; the bluish green precipitate 
separated by filtration; and the chrysanilic acid precipitated from the 
golden yellow liquid by addition of excess of acid;—or the solution of 
chrysanilate of potash is immediately supersaturated with very dilute 
acid; the precipitate of impure chrysanilic acid thrown into a large 
quantity of water; potash-solution then added by drops as long as the 
solution retains its pure gold-yellow colour; and the liquid immediately 
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filtered into'an excess of dilute acid. (If too much potash-solution is 
used, the liquid immediately acquires a greenish tint) a portion of the 
impurities being then redissolved, and a decomposition takes place in the 
liquid, a thin film of indigo-blue forming on the surface; but by careful 
neutralisation with dilute acid, the pure gold-yellow colour may be 
restored. After the precipitate has been thrown on the filter, the last 
portions of liquid must be allowed to drain off before the precipitate is 
washed with water, because the residue is partially dissolved by pure 
water, and consequently the wash-water does not yield a perfectly pure 
acid by-precipitation.) — The chrysanilic acid obtained by precipitation 
is purified by solution in a boiling mixture of equal parts of alcohol and 
water, which deposits it in the crystalline form on cooling. 


Properties. Microscopic needles united in dense stellate groups; by 
precipitation, red-brown flakes resembling kermes are obtained, lighter in 
colour the greater the excess of acid added, but becoming darker by 
washing with water, and dark brown-red or sometimes dark green when 
dry. 

According to Fritzsche, the acid contains in 100 pts.: 


a. b. c. d. é. Sf. 
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a, b and c were obtained by precipitation ; d, e and f were purified by solution in 
alcohol. According to Gerhardt, chrysanilic acid is a mixture of isatic acid or isatin 
with more or less reduced indigo (Rev. scient. 10, 371). 


Decompositions. Boiled with dilute mineral acids, it forms a brown 
red solution continually becoming deeper in colour, and is completely 
resolved into anthranilic acid and an indifferent substance, which on 
cooling separates almost completely in slender blue-black needles. These 
crystals when recently formed dissolve in alcohol, forming a deep red- 
purple solution with a tinge of blue; but after drying, they form with 
cold alcohol, a red solution, leaving on the filter an indigo-coloured sub- 
stance which forms a violet solution with cold alcohol or ether, dissolves 
somewhat more abundantly in boiling alcohol, and crystallises on cooling 
in black blue scales not exhibiting any coppery lustre. After drying, 
the black-blue needles dissolve less easily and with red-brown colour; 
both solutions appear to be altered by exposure to the air. In the fresh 
and still moist state, they are quickly decomposed by alkalis, with 
separation of indigo; after drying, they decompose slowly. They 
contain in 100 parts 


a. b. c 
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a was prepared from chrysanilic acid obtained by precipitation ; 4 and ¢ from chrysanilic 
acid purified by solution in hot aleohol.— When chrysanilic acid is boiled with 
alcohol to which a few drops of sulphuric or hydrochloric acid are added, 
a red-brown solution is formed, which by cooling or by evaporation at a 
gentle heat, deposits a red-brown crystalline product. A hot alcoholic 
solution of chrysanilate of ammonia supersaturated with hydrochloric 
acid deposits on cooling long very slender needles. (Fritzsche.) 


SALICYLURIC ACID. Sat 


2. Recently precipitated chrysanilic acid forms with excess of con- 
ceutrated ammonia, a greenish yellow crystalline product, which does 
not evolve ammonia when treated with cold solution of potash. The 
aqueous or alcoholic solution of this substance mixed with hydrochloric 
acid, and left to evaporate, deposits yellow-green needles; frequently 
however —e.g. after heating or continued contact with the air—blue flakes 
are deposited, either instead of these needles or together with them. 
With nitrate of silver, the solution forms a precipitate consisting of 
interlaced microscopic needles, a separation of metallic silver occasionally 
taking place at the same time. (Fritzsche.) 

3. The solution of an alkaline chrysanilate exposed to the air becomes 
covered with a light-green film which appears crystalline under the 
microscope, and yields small crystals when dissolved in ether. 

4. A solution of chrysanilic acid mixed with nitrate of silver forms 
at first an orange-yellow precipitate (probably chrysanilate of silver), 
which however soon assumes a dark-brown red colour, and after addition 
of a little nitric acid, changes into a heavy grey precipitate containing a 
large quant:ty of metallic silver, whilst the liquid retains in solution a 
silver-salt which separates in flesh-coloured flakes when the liquid is 
neutralised with ammonia. From the heavy grey precipita‘e alcohol 
extracts the substance obtained in the preceding reaction (8); it has more 
or less of a dark green colour, arising merely from impurities, since 
when heated with nitric acid, it assumes a Jemon-yellow colour, without 
being much attacked. 


Combinations. Chrysanilic acid dissolves very sparingly in water, 
forming a yellowish solution. It dissolves with gold-yellow colour in 
alkalis, but is readily decomposed by excess of alkali. 

Chrysanilate of Ammonia is obtained pure only when alcoholic 
solutions are employed. 

Chrysanilate of Potash forms small yellow crystals easily soluble in 
water. With metallic salts, it forms precipitates of various colours. 

Chrysanilate of Zinc. — Obtained by adding a solution of the potash 
or ammonia-salt, as nearly neutral as possible, to a boiling solution of 
acetate of zinc mixed with acetic acid. Powder of a fine brick-red 
colour, which settles down quickly, and appears crystalline under the 
microscope. By analysis it is found to contain sometimes 14 At., 
sumetimes 42 At. carbon to 1 At. zinc-oxide. 

Ohrysanilate of Lead.— Obtained like the zinc-salt and exhibits 
similar properties. Its composition agrees nearly with the formula 
Gear NCO Tb: 

Chrysanilic acid dissolves readily in alcohol, forming a reddish yellow 
solution. 


Salicyluric Acid. 
GEN H°@s = C*AdH'0?. 


C. BertaGnin«i. (1855.) Nuovo Cimento. 1, 363. 


Occurs in the urine after salicylic acid has been swallowed. 


Bon TOLUENE: OXY-AMIDOGEN NUCLEUS C#AdH5O?, 


Preparation, The acid urine voided after taking salicylic acid is 
evaporated down to 12° Bm., acidulated with hydrochloric acid, shaken up 
with ether and the ether distilled from the ethereal solution. The residue 
yields by spontaneous evaporation, large crystalline nodules, which, when 
freed from the mother-liquor by pressure, dissolved in boiling water, and 
treated with animal charcoal, yield a crystalline mass consisting for the 
most part of slender needles, mixed with larger needles of salicylic acid. 
‘On heating this mixture in a current of air to between 140° and 150°, the 
salicylic acid volatilises, and the residue crystallised from hot water 
containing animal charcoal yields pure salicyluric acid. 


Properties. Slender, shining, crystalline needles, which when obtained 
from the aqueous solution are grouped concentrically. Has a somewhat 
bitter taste and a strong acid reaction. Melts at about 160°, and solidi- 
fies in the crystalline form. The solutions colour ferric salts violet like 
salicylic acid. 


Bertagnini. 
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Related to salicylic acid in the same manner as hippuric to benzoic acid. 


Decompositions. 1. Between 160° and 170°, the acid turns brown and 
begins to decompose, yielding a sublimate of salicylic acid. At a 
stronger heat, it swells up and gives off ammonia, leaving a residue of 
charcoal. — 2. When boiled with excess of baryta-water, it does not 
form any salicylate of baryta; a small quantity of ammonia is however 
given off. — 3. Heated for a short time with fuming hydrochloric acid, 
it dissolves and crystallises out again unaltered; but if the boiling be 
continued for two or three hours, the acid is resolved into salicylic acid 
and glycocol. 

C8NH°08 + 2HO = C¥H°08 + CINESOS. 


4. When it is boiled with water and peroxide of lead, the latter is 
decolorised, and on boiling the solution, small shining needles separate 
out. 


Combinations. The acid dissolves readily in boiling water, less in 
cold water. 

The salecylurates erystallise with facility. The acid expels car- 
bonic acid from its compounds . 


Salicylurate of Baryta. — Obtained by dissolving carbonate of baryta 
in the warm acid, As the solution cools, the salt crystallises in large 
hard prisms, which become opaque and give off water when heated, then 
melt and decompose, giving off ammonia and an oil which smells like 
hydrate of phenyl, and leaving a@residue of carbonate of baryta. The 
salt is sparingly soluble in cold water. 


Salicylurate of Lime. —a. When carbonate of lime is dissolved ir. 
the aqueous acid, the solution on cooling yields aggregated needles 
which are sparingly soluble in cold water and insoluble in alcohol. 


TOLUIDINE. 333 


6. When milk of lime is added by successive small quantities to the 
warm aqueous acid, a solution is at first obtained which suddenly 
solidifies in a crystalline mass insoluble in boiling water. 


The acid dissolves readily in alcohol and with tolerable facility in 
ether, 


Nitro-oxyamidogen Nucleus C*AdX HO". 


Nitrosalicylamic Acid. 
C¥N*H*0® = C¥adX H'02,02, 


Canours. NV. Ann. Chim. Phys. 10, 852; Pharm. Centr. 1844, 489. 


Nitrosalicylamide, Anilamide. 


Methylnitrosalicylic acid left for three weeks in a warm place in 
contact with strong ammonia, gradually disappears and yields a yel- 
lowish red liquid, which, when evaporated at a gentle heat, deposits a 
bright red mass easily soluble in water especially if it contains ammonia, 
and precipitated therefrom by acid in yellow flakes; and on dissolving 
these in alcohol after they have been washed with water, and evaporating 
the solution, the acid separates in yellow shining crystals. — May be 
partially volatilised without decomposition. 


Cahours. 
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Boiled with potash-ley, it gives off ammonia, and forms nitrosalicylate 
of potash. 

It is nearly insoluble in cold water, but colours it nevertheless. In 
boiling water it is much more soluble. 

It dissolves readily in cold ammonia, potash or soda, and is precipitated 
therefrom by acids in its original state. 

It dissolves readily in alcohol and ether. 


Azo nucleus C4N HH’, 


Toluidine. 
CuN H? — CUN Fiat 


Muspratt & Hormann. (1845.) Ann. Pharm. 54,1; Pharm. Centr. 
1848, 513. 

Noap. Ann. Pharin. 68, 305; Pharm. Centr. 1848, 182. 

A. W. Hormann. Ann. Pharm. 66, 144; Pharm. Centr. 1848, 582. 

Witson. Ann. Pharm. 77, 216; Chem. Soc. Qu. J. 8,154; Pharm. 
Centr. 1851, 110. 

Cuautarp. WN. J. Pharm.. 24, 166; J. pr. Chem. 60, 240. 
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Formation. 1. When nitrotoluol is decomposed by sulphuretted 
hydrogen in presence of ammonia or potash. (Muspratt & Hofmann, 
Wilson.) —2. By the action of potash on the yellow mixture of resin 
obtained by treating oil of turpentine with nitric acid. (Chautard.) 


Preparation.  Nitrotoluol is dissolved in alcohol saturated with 
ammonia, aud sulphuretted hydrogen passed into the liquid till its odour 
no longer disappears even after long standing; sulphur then separates in 
fine crystals. To accelerate the decomposition, the liquid saturated with sulphuretted 
hydrogen is heated in a retort to the boiling point, whereupon a large quantity of sul- 
phuretted hydrogen is evolved ; the distillate is then poured back, the liquid again satu- 
rated with sulpburetted hydrogen, and these operations repeated five or sixtimes. The 
liquid is now mixed with water and excess of hydrochloric acid an‘! shaken 
up with ether (which still takes up a certain quantity’ of unecomposed 
nitrotoluol, even after long treatment with sulphuretted hydrogen); and 
the alcoholic liquid is evaporated down to one-third to expel the alcchol, 
and distilled with potash, whereupon ammonia and toluidine pass over 
with the water, the toluidine collecting at the bottom in the form of a 
heavy oil which crystallises after a while. The entire distillate is 
supersaturated with oxalic acid and evaporated to dryness over tlhe 
water-bath; the residual mixture of oxalate of ammonia and oxalate of 
toluidine boiled with absolute alcohol, which dissolves only the oxalate 
of toluidine and deposits it in slender white needles on cooling. These 
crystals are dissolved in hot water, and the solution is mixed with strong 
potash-ley; the toluidine then separates immediately in oily drops which 
rise to the surface, and collect into a film of liquid which crystallises 
with a radiating structure on cooling. The crystalline crust is washed 
with cold water till it no longer imparts to the water an alkaline reaction; 
then pressed between paper, and rectified by one distillation (Muspratt 
& Hofmann); or it is dissolved in ether and the solution left to evaporate 
slowly. (Noad.)— The complete conversion of nitrotoluol into toluidine 
by hydrosulphate of ammonia is difficult. With hydrosulphate of 
potash only half the time is required and no separation of ammonia. 
The oxalate merely requires to be several times recrystallised and 
distilled with baryta. (Wilson.) 

2. Potash-solution is gradually added to the yellow resinous mixture 
produced by the action of nitric acid on oil of turpentine (if the quan- 
tity is large, it is best to make the mixture in a retort provided with an 
S-shaped funnel-tube), The mixture then assumes a dark red-brown 
colour, becomes very hot, swells up, and yields an alkaline distillate 
smelling like ammonia and phosphuretted hydrogen. As soon as the 
spontaneous ebullition has ceased, the mixture is heated till it no longer 
smells distinctly of ammonia. The distillate is supersaturated with hydro- 
chloric acid, whereby resinous matters are separated, then evaporated to 
dryness over the water-bath, and treated with absolute alcohol which 
leaves sal-ammoniac and dissolves hydrochlorate of toluidine. (Chautard.) 


Properties. Crystallises from solution in hydrated alcohol- saturated 
while hot, in large broad colourless laminz, Melts at 40° into a colour- 
less, strongly refracting oil. Evaporates at ordinary temperatures and 
forms white clouds with hydrochloric acid held over it (less with nitric 
acid), Forms on paper a grease-spot which soon disappears. Boils at 
198°. Has a vinous aromatic odour (just like that of aniline), and a 
burning taste. Blues litmus slightly, changes the colouring matter of 
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dahlias to green, but does not redden turmeric. Colours fir-wood deep 
yellow. Does not produce a violet-blue colour with chloride of lime. 


Muspratt & Hofmann. 
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Decompositions. 1. Toluidine on which bromine is poured becomes 
strongly heated and evolves copious fumes of hydrobromic acid; when 
the resulting mass is heated, white shining needles sublime, consisting of 
a bromine-compound which is no longer basic, very much resembles ter- 
bromaniline, and is insoluble in water, but soluble in alcohol and ether. 
—2. With aqueous chloride of lime it acquires only a faint reddish 
tint. — 3. Nitric acid colours it deep red. When boiled with strong 
nitric acid, it is decomposed, with violent evolution of nitrous acid; water 
added to the solution throws down sulphur-yellow flakes, which dissolve 
in alkalis with brown-red colour, and are reprecipitated therefrom by 
acids. (Muspratt & Hofmann.)— 4. Toluidine is not set on fire by 
chromic acid. With aqueous chromic acid, it forms a red-brown preci- 
pitate which appears to be chromate of toluidine. —5. Vapour of 
toluidine passed over melting potassium forms cyanide of potassium with 
vivid combustion. 

6. An alcoholic solution of toluidine through which cyanogen gas is 
passed behaves like that of aniline (xi, 253; vid. Cyanotoluidine.) (Hofmann.) 
— 7. Toluidine over which the vapour of volatile chloride of cyanogen 
is passed, is converted into hydrochlorate of metoluidine. (Wilsen.) 


2C4UNH? + C2NCI*= C®N@HY 4 HCI. 


8. Heated with bromide or iodide of ethyl, it forms ethyltoluidine. 
(Hofmann. ) 

9. With anilocyanic acid it forms a solid crystalline niass, correspond- 
ing with carbamide and carbanilide. (Hofmann. ) 


Combinations. Toluidine dissolves sparingly in cold, more readily in 
warm water, whence it is gradually deposited in iridescent lamine on 
cooling. It dissolves readily in bisulphide of carbon. (Muspratt & 
Hofmann.) 

Toluidine precipitates ferric salts. The salts of Toluidine are decom- 
posed by ammonia, potash and soda and their carbonates, toluidine being 
separated in the form of a crystalline curd. They havea great tendency 
to crystallise; an alcoholic solution of toluidine solidifies with most acids 
in crystalline masses which yield beautiful crystals when recrystallised 
from water or alcohol. They are inodorous and colourless (excepting the 
gold, platinum and palladium double salts) but quickly become rose- 
coloured on exposure to the air. Their acid solutions impart a deep 
yellow colour to fir-wood and elder-pith. 

The Phosphate and Sulphite of Toluidine are crystallisable. 


Sulphate of Toluidine. — An ethereal solution of toluidine to which 
a few drops of sulphuric acid are added, immediately forms a snow-white 
crystalline precipitate, which may be washed with ether. — Hasily soluble 
in water, sparingly in alcohol. (Muspratt & Hofmann.) 
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Muspratt & Hofmann. 
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Hydrochlorate of Toluidine.— The solution of toluidine in hydro- 
chloric acid yields when evaporated and cooled, white crystalline scales, 
which quickly assume a yellow colour in contact with the air, and sub- 
lime like sal-ammoniac. It dissolves readily in water and alcohol, 
sparingly in ether. The solution has an acid reaction. (Muspratt & 
Hofmann.) ! 


Muspratt & Hofmann. 


CUNF 9, sssonons ei 0710 exgegi WA 62 
CUE IE ease teases O0Arwaedy 925558 alae! 25°29 
CBN ECL a 143°4_..... 100°00 


Nitrate of Toluidine is crystallisable. 

Toluidine forms with chromic acid a red-brown precipitate, which 
appears to be chromate of toluidine. 

Toluidine forms with cwpricisulphate or chloride, a greenish, somewhat 
crystalline precipitate, and with nitrate of silver, a white precipitate 
which soon blackens, and must be a double salt. (Muspratt & Hofmann.) 


Chloro-aurate of Toluidine. — Hydrochlorate of toluidine forms with 
chloride of gold a thick precipitate, which soon aggregates into an 
interlaced crystalline mass. Melts in water between 50° and 60°, and 
dissolves in rather hot water, separating in splendid yellow needles as 
the liquid cools. (Chautard.) 
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Chloroplatinate of Toluidine. — Hydrochlorate of toluidine mixed 
with bichloride of platinum solidifies into an orange-yellow pulp of 
crystalline spangles, which may be washed with a mixture of ether and 
alcohol and dried in the water-bath. (Muspratt & Hofmann.) Contains 
31°36 p.c. of platinum (Muspratt & Hofmann), 31:4 p.c. (Noad), and is 
therefore C4N H*°C1,PtCl’. 


Chloropalladiate of Toluidine. — Orange-yellow precipitate resem- 
bling the platinum-salt, but somewhat paler. (Muspratt & Hofmann.) 


Oxalate of Toluidine.— An alcoholic solution of toluidine mixed 
with oxalic acid forms delicate silky needles, which dissolve sparingly in 
cold, more readily in boiling water or alcohol, and are insoluble in ether. 
The solution has a strong acid reaction and a saline taste, with unpleasant 
burning aftertaste. Contains 34°33 p.c. hypoth. anhydrous oxalic acid. 
(Muspratt & Hofmann.) 


LUTIDINE. 387 


Muspratt & Hofmann, 
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Toluidine dissolves in wood-spirit, alcohol, and ether; ether abstracts 
it from the aqueous solution. It dissolves in acetone, and in ods both 
fixed and volatile, (Muspratt & Hofmann.) ; 


Lutidine, 
CoN =e Adal ties 


Anperson, (1851.) Phil. Mag. J. [4], 2, 457; Ann. Pharm. 80, 44; 
J. pr. Chem. 54, 86; Pharm. Centr. 1851, 914. 

C. Grevitte Witiiams. Chem. Soc. Qu. J. 7, 97.—Phil. Mag. J. [4], 
8, 209. — Hdinb. Phil. Trans, 21, Pt. ii.; N. Ann. Chim. Phys. 
45, 488. 


Fermation. By the dry distillation of bones (Anderson); also of the 
vituminous shale of Dorsetshire, and of coal (Williams); and by distilling 
cinchonine with caustic potash. (Williams.) 


Preparation. 1. From Bone-oil.—The oily mixture of volatile alka- 
loids obtained from bone-oil in the preparation of petinine (x, 150) and 
dehydrated by hydrate of potash, yields by fractional distillation: at 
65°, propylamine, C°NH®; at 120° pyridine, C'’"NH®*; between 132° and 
187°, picoline, C?NH"; and between 152° and 155°, principally lutidine. 
This latter portion saturated with hydrochloric acid, deposits, after addi- 
tion of bichloride of platinum, a pure salt of picoline, and afterwards a 
mixture of picoline and lutidine salts; the mother-liquor treated with 
alcohol and ether yields a pure salt of lutidine. (Anderson.) 

€. From Shale naphtha and Coal-tar naphiha.—The thick and treacly 
matter produced by agitating crude shale naphtha with oil of vitriol for 
the purpose of purification, was repeatedly boiled with water to resinise 
and separate the tar, during which process a large quantity of Runge’s 
pyrrol was evolved, as shown by the purple colour which the vapour 
imparted to slips of wood moistened with hydrochloric acid. The liquid 
was then evaporated to a small bulk, saturated with lime or potash, 
distilled, and the product supersaturated with hydrochloric acid to sepa- 
rate the non-basic oil. The solution was distilled with an alkali to 
separate the oily bases, which were then freed from a small quantity 
of ammonia by washing with strong potash-ley, and dehydrated by 
means of sticks of potash. The anhydrous oily bases were then sub- 
jected to repeated fractional distillation, whereby they were divided into 
two groups, the first boiling below 160°, and being soluble in water, while 
the rest, which boiled at higher temperatures, were perfectly insoluble. 
After about six rectifications, the portion boiling below 160°, which was 
at first very small, amounted to more than all the rest united, — The 
portion of this latter distillate which passed over between 93° and 98°, 
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contained pyridine, picoline and lutidine, which were separated by the 
fractional crystallisation of their platinum-salts (x, 407); the portion 
boiling between 132° and 188° consisted of lutidine mixed with a small 
quantity of picoline; the portion which passed over between 150° and 
153°, and likewise between 177° and 183°, consisted of pure lutidine; 
and that which distilled between 194° and 225°, was chiefly lutidine 
mixed with collidine (C’*NH"). This latter base also passed over 
between 225° and 255°, Lastly the very small portion which distilled 
above 260° contained parvoline C'*NH*, 

By a similar process, lutidine may be obtained from coal-tar; the 
distillate obtained between 150° and 155° contains lutidine together 
with picoline. (Williams, VW. Hd. Phil. J. [2], 2, 324; Chem. Gaz. 
1855, 401.) 

3. From Cinchonine. —Cinchonine was distilled with hydrate of 
potash in an iron retort, and the product, which always contained pyrrol, 
was collected in a well-cooled receiver, afterwards acidulated and boiled 
for two days to remove the pyrrol. The bases were then set free by the 
addition of caustic potash-solution, dehydrated by sticks of potash, and 
subjected to repeated fractional distillation, whereby fractions were 
obtained as low as 154° to 160° and as high as 271°. The more volatile 
portion consisted of lutidine together with small portions of picoline 
and pyridine, from which it was separated by nine rectifications, the 
portion boiling between 160° and 165° being collected apart. — The next 
portion of the distillate, between 179° and 182°, contained collidine, and 
the portion which boiled above 200° contained a set of bases belonging 
to a different series, viz., chinoline, C'.NH™ and lepidine C”®NH*. — 
The alkaline distillate obtained by heating cinchonine with potash was formerly 
regarded as a single base to which the name chinoline was applied. (Williams. ) 4. 


Properties. More oily than picoline, Its odour is less pungent and 
more aromatic. (Anderson.) Boils at about 160°. Sp. gr. about 0:93. 
( Williams.) 


Anderson. C. Greville Williams. 
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Of the three specimens of lutidine from shale-naphtha analysed by Williams, 
a distilled over between 150° and 155° ; 4 between 177° and 183° sp. gr. 0°928; and 
c between 194° and 225°; this last portion also contained collidine, which increases 
the percentage of carbon and hydrogen. 


| Decompositions. 1. Vapour of lutidine passed over red-hot lime is 
converted, with deposition of carbon, into another base called by Wil- 
liams carmidine, the composition of which has not yet been ascertained. 
It produces a fine red colour with firwood and hydrochloric acid, and 
bluish green with chloride of lime. (Williams.) . 


Combinations. Lutidine is sparingly soluble in cold water, and the 
dissolved portion immediately separates in the form of an oily layer. 
The salts of Lutidine are yery soluble. 
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Chloromercurate of Lutidine. — C%N H*,2HgCl, — The alcoholic solu- 
tions of corrosive sublimate and hydrochlorate of lutidine yield a white 
granular precipitate, which dissolves in boiling water, with partial 
decomposition, and separates unaltered on cooling from solution in boiling 
alcohol. (Anderson.) 


Chloroplatinate of Lutidine.— Four-sided tables often confused and 
irregularly formed. (Anderson.) Pale yellow ensiform crystals, nearly 
half an inch long, or ruby-coloured flat four-sided prisms. (Williaims.) 
Dissolves readily in cold, and still more in hot water, and is likewise 


soluble in excess of hydrochloric acid. (Anderson.) 


C. Greville Williams. 
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§|. Anderson's salt was prepared with lutidine, obtained from bone-oil ; Williams’s 
salt a with lutidine, obtained from cinchonine (B.P. 160°—165°); 0, e, d and e with 
lutidine from shale-naphtha: 6 from the fraction of the distillate (p, 338), boiling 
between 132° and 135° ; the mother-liquor of these crystals yielded the platinum-.salt 
of picoline ; ¢ from the fraction distilling between 150° and 153° (the same as analysis 
a, page 338) d and e were obtained froin the portion of the distillate which, in the first 
rectification, boiled below 98°, not by first separating the several bases contained in that 
portion by fractional distillation, and then converting them into platinum-salts, but by 
treating the whole of the liquid boiling below 98° with hydrochloric acid and chloride 
of platinum, and separating the several platinum-salts by fractional crystallisation 
(x. 407). The solution evaporated over oil of vitriol yielded : first the crystals d which 
were pale yellow, uniform and nearly half an inch long, together with thick flat four- 
sided ruby-coloured prisms ; secondly the crystals e, which were thick prisms; thirdly, 
long, thin, square prisms of chloroplatinate of picoline containing 32°29 p.c. platinum 
(calc. 32°94) ; fourthly, short, hard, dark red prisms, also of picoline-salt containing 
32°69 p.c. platinum ; and fifthly, radiating needles of deep orange-yellow colour con- 
taining 34°71 p.c. platinum, which agrees nearly with the platinum-salt of pyridine 
(calc. 34°6 p.c.). This method of separating volatile oily bases by the crystallisation 
of the platinum-salts is recommended both by Anderson and by Greville Williams as 
greatly to be preferred to fractional distillation, because it entails much less waste; it 
has however the disadvantage of requiring a very large amount of platinum. To obtain 
correct results in the analysis of these platinum-salts, they should be pulverised, 
washed with a mixture of alcohol and ether to separate a peculiar resinous matter, and 
dried over oil of vitriol, as they decompose at 100°. ¥. 


Conjugated Compounds containing C4NH" or similar Nuclei. 


-%. Methyllutidine. 
CYNH™ = CY Ado CH) i. 


C: Grevitte Witiiams. Ld. Phil. Trans. 21. Pt. ui, p. 317. 
Lutidine mixed with twice its bulk of iodide of methyl becomes 


heated, boils, and almost immediately solidifies into 4 mass of crystals 
: Z 2 
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consisting of hydriodate of methyllutidine. This salt (prepared with 
lutidine obtained by distilling cinchonine with potash) dissolves very 
easily in water and alcohol, but is nearly insoluble in ether, Oi evapo- 
rating its alcoholic solution to a syrup, it retains that state for some 
time, but as soon as it is touched, long beautiful needles shoot across the 
vessel, and the whole ultimately solidifies into a mass of crystals. 

When this salt is treated with potash, no odour of a volatile base is evolved ; hence 


methyllutidine appears to belong to Hofmann’s fourth class of bases, formed on the 
ammonium type. 


The platinum-salt C4NH”?C1,PtC? was obtained by dissolving the 
hydriodate in water, precipitating the iodine with nitrate of silver, 
adding excess of hydrochloric acid, and mixing the filtrate with bichlo- 
ride of platinum. It then yielded crystals containing 30°29 p. c. 
platinum (calculated quantity 39°16). . 


Ethyltoluidine. 
C8NH® = C4(C4H)(NH®),H?. 


Moruey & ABEL. Chem. Soc. Qu. J. 7, 68; Pharm. Centr. 1854, 507. 
Acthyltoluidine, Vinetoluidin. 


formation. By the action of bromide or iodide of ethyl on tolui- 
dine. (Hofmann.) 


Preparation. When toluidine is mixed with iodide of ethyl in a 
sealed tube and heated in the water-bath for two or three days, the 
whole becomes crystalline, and at length a layer of oil separates on the 
surface. The excess of iodide of ethyl is removed by Uistillation, and 
the residue, consisting of hydriodate of ethyltoluidine, is distilled with 
strong potash-ley; the base then passes over in the form of a light oil, 
which is removed and rectified over caustic potash. 


Properties Colourless oil haying an aromatic odour. Boils at 127°. 
Sp. gr. =0°939. 


Morley & Abel. 
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Heated with iodide of ethyl, it yields biethyltoluidine. 


Hydriodate of Hthyltoluidine. — Preparation, (vid. sup.) — Heavy oil 
having a peculiar alliaceous odour, 


Chloroplatinate of Ethyltoluidine. — The solution of the hydrochlorate 
is evaporated, and carefully mixed with bichloride of platinum, and as 
soon as a precipitate appears, alcohol is added, which at first dissolves 
the precipitate, but deposits it again on agitation; the precipitate is 
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washed with ether. Pale yellow, becoming dark-coloured at 100° ; 
dissolves easily in water and alcohol. Contains 29°11 p.c. platinum and 
is therefore C*°NH*,HCI,PtCl. (Calculation requires 28°93 p.c. 
platinum.) 


Biethyltoluidine. 
C2NH" = C¥(C4H>)?N HS, H?, 


Moriey & Aspen. Chem. Soc. Qu. J. 7, 72. 


When ethyltoluidine is heated in the water-bath with iodide of ethyl 
and the liquid gently agitated after two or three days, beautiful crystals 
form in it, which redissolve at the heat of the water-bath. The excess 
of iodide of ethyl is removed by distillation; the residue distilled with 
potash-ley; and the base which passes over in the form of a light oil, is 
rectified over caustic potash. 

Colourless oil having the odour of ethyl-toluidine. Boils at 299. 
Sper. 0-024 


Morley & Abel. 
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Hydriodate of Biethyltoluidine. —Separates when its solution is 
evaporated over the water-bath, in oily drops which crystallise when 
touched with a glass rod. Decomposes in contact with the air, when 
heated over the water-bath, and by contact with alcohol. Contains 
43°45 ‘per cent. of iodine, and is therefore C’?NH",HI. (Calculation, 
43°66 p. c.) 


Triethyltoluidine. 
OPNH = C“(C4H)NH4 A? 


Mortey & Ape. Chem. Soc. Qu. J. 7, 73. 


If it be supposed to contain 1 H more, it becomes Triethylioluylammonium = 
C¥4H15(C#H°)5N (compare xi, 308). 


Known only as a hydrate and in combination with acids. 

Biethyltoluidine is heated with iodide of ethyl, till crystals form in 
the liquid. After the excess of iodide of ethyl has been distilled off, the 
hydriodate of triethyltoluidine remains in the form of a heavy oil, which, 
when heated with oxide of silver, forms an aqueous solution of hydrate of 
triethyltoluidine. This compound has a very bitter taste, a strong alka- 
line reaction, and precipitates the salts of baryta, strontia, lime, magnesia, 
alumina, chromic oxide and the heavy metallic oxides; the precipitates 
formed with the salts of alumina, lead-oxide, antimonic, stannous and 
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stannic oxide, are soluble in excess; the precipitate formed in cupric salts 
blackens on boiling. Mercuric salts are precipitated white. 


Chloroplatinate. — Beautiful crystalline precipitate, insoluble in cold, 
but soluble in hot water, whence it crystallises in fine needles. Loses 


platinum when recrystallised. 


Morley & Abel. 
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Witson. (1850.) Chem. Soc, Qu. J. 3, 15; Ann. Pharm. 77, 216; 
Pharm. Centr. 1851, 110. 


Formation. In the decomposition of toluidine by chloride of 
cyanogen (p. 335). 


Preparation, Toluidine is spread, by the application of a gentle heat, 
over a glass tube somewhat bent, and vapour of chloride of cyanogen is 
drawn over it by means of an aspirator; the heat evolved by the reaction 
_is then sufficient to keep the substance in a state of fusion. The result- 
ing resinous mass, consisting of hydrochlorate of metoluidine, is dissolved 
in water containing hydrochloric acid; the liquid filtered and precipitated 
by potash; and the precipitate is boiled fora while with the liquid contain- 
ing potash, in order to drive off any undecomposed toluidine together with 
ie: watery-vapours, then washed with water, and recrystallised from 
alcohol. | 

Crystalline lamine. The best crystals are obtained from a mixture 
of water and alcohol. 


Wilson. 
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Dissolves sparingly in cold, somewhat more readily in boiling water. 
Dissolves readily in hydrochlorie acid. 


Chloroplatinate of Metoluidine.— The hydrochloric acid solution of 
metoluidine forms with bichloride of platinum, a deep yellow precipitate 
which is insoluble in water and aleohol, and may be dried at 100°. 
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Cyanotoluidine. 
C2N4H38 — Gay Ad Hh 


A. W. Hormann. (1848.) Ann. Pharm. 66, 144; Chem. Soc. Qu. J. 
1, 159; NV. Ann. Chim. Phys. 24, 67; J. pr. Chem. 51, 216; 
Pharm. Centr. 1848, 582. 


Formation (p. 335). 


Preparation. When chloride of cyanogen is passed through an aleo- 
holic solution of toluidine, the red-brown liquid deposits after a few hours 
a crystalline mixture of several substances, from which hydrochloric acid 
extracts cyanotoluidine. This compound resembles cyaniline in every 
respect, excepting that it is less soluble in alcobol and ether. 


Thiotolamic Acid. 
GN H’s70e = ChAdH'2S0°.? 


L. HinkenKAame. (1855.) Ann. Pharm. 95, 96. 


Thiotoluolsdure. 


Formation. By the action of sulphite of ammonia on nitrotoluol. 
Known only in combination with bases. 


Preparation of the Ammonia-salt. A mixture of 60 grm. nitrotoluol, 
400 erm. of a cold-saturated aqueous solution of sulphite of ammonia, 
a small quantity of ammonia, and a litre of absolute alcohol, is placed 
in a flask provided with a condensing apparatus, and heated to 
the boiling point in the water-bath, the distillate being from time to time 
poured back into the flask, till a sample of the liquid is no longer clouded 
by water. The addition of carbonate of ammonia prevents the liquid from turning 
acid and the consequent decomposition of the thiotolamic acid produced. The 
cooled liquid is decanted from the crystallised sulphite of ammonia and 
evaporated, with addition of a small quantity of carbonate of ammonia ; 
on cooling, it deposits radiating groups of delicate laminze, which are 
filtered off and treated with ether, in which, after stirring, the adhering 
mother-liquor sinks, 80 that the lamine may be poured off together with 
the ether; they are then quickly heated to between 50° and 60 and 
placed in vacuo. By a repetition of this process, they are obtained in a 
state of purity. From the mother-liquor, small nodules separate, which 
when recrystallised from alcohol, yield thiotolamate of ammonia in lamin, 
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Thiotolamate of Ammonia forms delicate laminw having a silky lustre 
and unctuous to the touch. It is very soluble in water, so that it cannot 
be erystallised therefrom; it also dissolyes readily in alcohol, but is 
insoluble in ether. ‘The aqueous solution has a faint yellow colour, a 
peculiar sweet odour, and a slight acid reaction. 


Hilkenkamp. 
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This acid bears the game relation to toluol that thionaphthamic acid bears to 
naphthalin, 


In damp air, the salt gradually acquires a rose-red tint. Heated on 
platinum foil, it melts and chars. Sulphuric, hydrochloric and nitric 
acids do not produce any alteration in the aqueous solution, even at the 
boiling heat. The acid solutions assume a rose-colour when exposed to 
the air. Nitrate of silver is decomposed by the aqueous solution of the 
salt after a while, and more quickly by the alcoholic solution with pre- 
cipitation of metallic silver. Aqueous sesquichloride of iron acquires a 
purple-red colour when mixed with it, and after a while a black preci- 
pitate is deposited. The dilute solutions of sulphate and chloride of 
copper are coloured green by it, the former becoming turbid when heated. 
In a solution of corrosive sublimate, calomel is precipitated. A solution 
of protocyanide of iron is rendered turbid by it and gives off a faint odour 
of hydrocyanic acid; similarly with ferricyanide of potassium, only the 
turbidity does not show itself so quickly. By the action of chlorine, a 
heavy yellowish oil is produced smelling like chloranil. 


Thiotolamate of Potash. — When thiotolamate of ammonia is added to 
aqueous carbonate of potash and heated as long as ammonia continues to 
escape, the liquid evaporated to dryness over the water-bath, the residue 
exhausted with boiling absolute alcohol, and the solution filtered hot, it 
deposits small nodules, which when dry form a powder having a faint 
reddish tint. This salt is less soluble in water and alcohol than the 
ammonia-salt, 


Hilkenkamp. 
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Thiotolamate of Soda. — Prepared like the potash-salt. Small 
crystalline nodules which form a white powder whendry. Easily soluble 
in water, sparingly in alcohol, insoluble in ether. 


Thiotolamate of Baryta. — The ammonia-salt is added to boiling 
water and the liquid kept at the boiling heat as long as ammonia con- 
tinues to escape; the excess of baryta precipitated by carbonic acid, and 
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the filtered liquid evaporated, whereupon it deposits white crystalline 
crusts, The salt dissolves readily in hydrated alcohol, but is insoluble 
in absolute alcohol and in ether. 


Salhydramide. C?N*H'*0*. 


Ertiine. (1839.) Ann. Pharm. 29, 309; 35, 261; Pharm. Centr: 
1840, 836. 
Laurent. Rev. scient. 16, 393. 


Salicylimide, Hydrure @ Azosalicyle. 


Formation. By the action of ammonia (or hydrosulphate of ammo. 
nia) on salicylous acid: 


SCP OO 72Nh* = CON4nYO* + 6HO. 


Corresponds to hydrobenzamide (paskon). 


Preparation. 1, When dryammoniacal gas is passed over salicylous 
acid, a slight heat is evolved, the acid increases in weight and solidifies to 
a yellowish crystalline mass, which melts between 30° and 40° and yields 
a scanty sublimate. (Ettling.) 100 parts of dry salicylous acid take 
up, according to Ettling, 9°69 pts. of ammonia; according to the above 
equation, the quantity should be 9°29 pts.—2. One measure of salicylous 
acid is dissolved in 8 or 4 measures of alcohol, and 1 measure of aqueous 
ammonia is added. Yellowish white needles of salicylate of ammonia 
are then formed, which ultimately reduce the liquid to a nearly solid 
mass; but on applying a gentle heat, the whole dissolves, and the solution 
on cooling deposits heavy, deep yellow crystals of salhydramide (p. 338). 
If only a small quantity of alcohol is used, or if the liquid after it has 
become clear, is mixed with water, a brownish yellow oil separates 
which gradually changes into erystalline salhydramide. (Ettling.) 


Properties. Deep yellow, shining, transparent, hard, fonr-sided 
prisms belonging to the double oblique prismatic system. ig. 121 
Coa Ch coe lps ol) ee Oo key We Loa. 
(Laurent.) The alcoholic solution has an alkaline reaction, 


Ettling. 
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Decompositions. 1. Melts at 300° into a brownish yellow mass and 
yields a very hight white sublimate. The residue solidifies on cooling 
and forms a transparent mass, which chars when strongly heated. — 
2. It is not altered by dilute acids at ordinary temperatures, but when 
heated it is converted into salicylous acid and the ammonia salt of the 
acid employed. — 3, When boiled with potash-ley, it gives off a large 
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quantity of ammonia and leaves salicylite of potash. _ The alcoholic 
solution may be mixed with weak potash without decomposing. — 
4. When ammonia is poured upon it and left to evaporate in the air, the 
compound is gradually converted into a dingy yellow-green powder. 
The alcoholic solution mixed with ammonia quickly turns brown on 
exposure to the air and absorbs a volume of oxygen equal to its own. — 
5. An alcoholic solution of salhydramide through which sulphuretted 
hydrogen is passed, yields thiosalicol. 


Combinations. — Salhydramide appears to be insoluble in water. 


Lead-compound. —a. When an aqueous solution of neutral acetate 
of lead is mixed with 10 times its bulk of alcohol, the mixture then 
heated, and, after addition of a little ammonia, mixed with a solution of 
salhydramide and a small quantity of ammonia, as long as the precipitate 
at first produced redissolves in the hot liquid, this liquid deposits on 
cooling, a deep yellow, heavy, granular powder, which, after being washed 
with water and dried, resembles chrome-yellow. 

b. Neutral acetate of lead added to a solution of salhydramide mixed 
with ammonia and water, produces light yellow flakes, which when dry 
become strongly electrical by friction. 


Tron-compound. — When ferric hydrochlorate is mixed with a suffi- 
cient quantity of tartaric acid to prevent precipitation by excess of 
ammonia and a solution of salhydramide in ammoniacal alcohol prepared 
hot, and containing so much ammonia that it is not rendered turbid by 
40 times its volume of cold water, is added to it, the mixture immedi- 
ately assumes a dark blood-red colour and deposits, after a few seconds, 
yellowish red flakes, which soon acquire a deeper and more fiery colour 
and a granular texture. The product is washed with water and dried. 
—TIf the iron solution is somewhat in excess, the precipitate quickly settles to the bot- 
tom. The mother-liquor is clear, and in the course of afew months deposits very small 
dark violet crystals which have a strong lustre and yield a red-brown powder. — Salicy- 
lous acid may also be used instead of salhydramide, but in that case the compound takes 
some time to separate. 

Dark fiery-red, granular, like sesquioxide of iron  Tolerably light. 


Kttling. 
Be Se eee 80 Ek: a2: SI ha ys 19°46 
tie Caps ede carer ie 252 OU Dy ene 60°57 
Sly RN epee ae ere e 42 NUE eco Oe 8°57 
SOs BAS eines eran 18 ND: © Vevedean 4°30 
“1 O aneceae tue Not 24 lO as aves jou 
CoN YO? NWe2 OP 416. 00500 ek 100:°00 


According to Gerhardt, this compound is CN?fe?(NfeH?)HO%, that is to say, 
salhydramide in which 2 At. H are replaced by 2 At. fe, and 1 At. H by ferammonium 
(fe = 2 Fe; ferammonium = NfeH*, that is to say ammonium in which 1 At. H is 
replaced by fe).—The formation of the compound from free salicylous acid is explained 
in a manner similar to that of salhydramide, by the equation: 


3C4H503,Fe203,NH3 + 2NH? = C2N3H1803,Fe203 + 6HO [L.]. 
When heated above 100°, it melts, gives off white vapours, and léaves 


carburet of iron. — When boiled with water, it retains its fiery-red 
colour, but the amount of iron rises to 20°5 per cent. and the water 
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acquires a yellow colour, leaves a slight residue when evaporated, and 
forms with acetate of copper, a few spangles of the copper-compound of 
salhydramide. —It is not altered by cold very dilute nitric acid; but 
when heated with the stronger acid, it dissolves and forms a yellow 
solution which deposits salicylous acid on boiling. It is dissolved by 
hydrochloric acid diluted with alcohol, even in the cold; the solution 
mixed with bichloride of platinum, yields after a while a deposit of 
chloroplatinate of ammonium.—The solution in aqueous hydrochloric 
acid, forms with sulphuretted hydrogen, a precipitate of sulphur; with 
ferrocyanide of potassium, a precipitate of prussian blue after a while; 
with sesquicyanide of iron, it immediately acquires an emerald-green 
colour, and after a few hours deposits prussian blue. 

It dissolves in alcohol, forming a dark blood-red solution, from which 
water throws down a lghter-coloured compound containing 29°5 p. ¢. 
ferric oxide; the supernatant liquid mixed with ammonio-cupric acetate 
does not form the copper-compound of salhydramide, but only a dingy 
greyish green precipitate. 


Copper-compound. — When a very dilute solution of salhydramide is 
mixed with ammonio-cupric acetate, an emerald-green liquid is produced, 
which loses its colour in ten minutes and deposits emerald-green, shining, 
interlacing, crystalline lamin; these are washed with alcohol, till that 
liquid runs through colourless, and then dried. If in the preparation of sali- 
cylite of copper (p. 243), the free acetic acid is neutralised with ammonia, this com- 
pound is precipitated together with oxide of copper. 

Very light crystalline lamine, of a dark-green colour and strong 
satiny lustre. From a solution in water mixed with a little ammonia and alcohol, it 
is precipitated of a pale blue-green colour on the addition of acetate of copper. 


Etthng. 
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According to Gerhardt, it is salhydramide in which 2 At. H are replaced by 2 Cu, 
and 1 At. H by NCul1? (cuprammonium), so that its formula is C#N?Cu°?(N H8Cu) H0°, 
—The formation of the compound is represented by the equation : 


2C"EuH’O? + C4CuH®O*,NH? + 2NH? = CPN°CWHEO® + 6HO [Li]. 


When heated, it melts into a blood-red mass, and gives off a greenish 
vapour which condenses into oily drops, crystallising as they cool, perfectly 
volatile, and smelling like gum benzoin. At a higher temperature, the 
residue solidifies and slowly burns, leaving oxide of copper. It dissolves 
in cold dilute hydrochloric acid, forming a green solution, and on neutra- 
lising the acid with potash, or even adding a rather large excess, the com- 
pound is precipitated in its original state. When heated with strong acids, 
it yields the ammonia-salt and the cupric salt of the acid, and gives off 
salicylous acid. It is not attacked by weak potash-solution in the cold, and 
but slowly attacked at the boiling heat. After boiling for some time, the 
liquid suddenly acquires a light copper colour, and deposits a red pitchy 
substance on the sides of the vessel, the rest of the liquid still retaining 
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a grass-green colour and containing spangles of the undecomposed sub- 
stance. The aqueous or alcoholic solution is but slowly decomposed by 
sulphuretted hydrogen, The yellow filtrate smells of hydrosulphate of 
ammonia, and sulphide of copper remains on the filter. 

The copper compound is nearly insoluble in water and in alcohol. 

Salhydramide dissolves very sparingly in cold alcohol, in 50 pts. of 
hot alcohol, and erystallises out for the most part on cooling. Water 
does not precipitate the solution if it has been previously mixed with 
ammonia. 


Bromosalhydramide. C”N?Br°H™0%. 
Pinta. (1838.) Ann. Pharm. 80, 175, 
Bromosamide, 


Produced by the action of ammonia on bromosalicylous acid; its 
reactions are exactly similar to those of chlorosalhydramide. 


Piria. 
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Chlorosalhydramide, C’N*CPHO®. 
Pinta. (1835.) Ann. Pharm. 30, 172. 
Chlorosamide. 
Formation. By the action of ammoniacal gas on chlorosalicylous acid : 
SCHCIEFO4r+ 2N HS <= CUNIC EH O5.4.6H0. 


Preparation. Dry ammoniacal gas is passed over chlorosalicylous 
acid ; the resulting resinous mass pulverised ; ammoniacal gas again 
passed over it; and these operations repeated as long as any action takes 
place, that is to say, as long as water continues to form; the yellow mass 
is then dissolved in anhydrous alcohol or hot anhydrous ether, whence 
the chlorosalhydramide crystallises on cooling. 


Properties, Yellow iridescent crystalline scales. 


Piria 
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Heated with acids, it yields ammonia and chlorosalicylous acid. 
With hot hydrated alcohol it gives off ammonia. 


It is insoluble in water, but colours that liquid yellow when left in 
contact with it for some time. 


It dissolves in hot anhydrous alcohol and ether. 


{. Salicylosanilide. 
C®NH"O? = C4(N.H,C?H5)H5,62 


L. Scuiscuxorr, Compt. rend. 45, 272; Ann. Pharm. 104, 878. 


When equal volumes of salicylous acid and aniline are heated together 
under the ordinary pressure, water separates, and the fluid mixture 
solidifies on cooling: 

ChHSO! + CUNH! — 2HO = C*NH'NO?, 


Beautiful light yellow crystals which melt below 100°. 


Schischkoff. 
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[= N.(C?H*),(CMH°O*),H, aniline, in which 1] At. His replaced by salicylosyl. 
Isomeric with benzanilide ]. 


When heated with acids or alkalis, it yields aniline and salicylous 
acid. Its alcoholic solution is not decomposed by sulphuretted 
hydrogen. 

Insoluble in water, easily soluble in alcohol. %. 


Unknown Primary Nucleus C¥H", 
Oxygen-nucleus C4H8O?. 


Pyroguaiacin. C™H*0O” ? 


c 


PELLETIER & Deyititn. (1843.) Compt. rend. 17, 1143; Pharm. Centr. 
1844, 95. 


EserRMAIER. J. pz. Chem. 62, 291; Pharm. Centr. 1854, 289. 


Formation and Preparation. Obtained together with guaiacene and 
pyroguaiacic acid in the dry distillation of guaiae resin; not perhaps 
from all varieties, inasmuch as it is not mentioned by Will (Ann. Pharm, 
89, 845) among the products of distillation of that resin, 
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_ Properties. Nacreous lamine, volatile without decomposition. 
(Pelletier & Deville.) When sublimed in a Mohr’s apparatus, it forms 
lamin or long needles. (Ebermaier.) Melts at 180°. (Pelletier & Deville.) 


Pelletier & Deville. Ebermaier. 
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According to Ebermaier, it is C'4H°O? (which requires 78°50 p.c. C and 6°54 H) 
and according to Knop (Pharm. Centr. 1844, 690) it is perhaps toluate of phenyl, 
CHRO! = ClH°O,CHH703, which view however does not agree with the decomposi- 
tion by sulphuric acid. This, as well as the reaction with chlorine, seems to imply that 
the substance examined by Ebermaier was not pure. [L.] 


Decompositions. 1. With nitric acid it forms a purple-red solution. 
Similarly with aqueous chromic acid. —2. When oil of vitriol is 
dropped into water in which pyroguaiacin is suspended and the liquid 
heated, the substance first turns yellow and then yields a rose-coloured 
solution, which afterwards turns green, and ultimately deposits a black- 
blue substance which colours the liquid violet. Oil of vitriol in contact 
with pyroguaiacin becomes very hot, and assumes first a brown, then a 
dingy green, and ultimately a dark blue colour, a black-blue substance 
then separating which contains sulphur, but not in the form of sulphuric 
acid. — 8. Pyroguaiacin suspended in water into which chlorine gas is 
passed, turns yellow, cakes together and then assumes a dark brown 
colour; the still moist product and the wash-water have a strong odour 
of musk which disappears on drying. — 4. Caustic ammonia colours 
pyroguaiacin yellow; the alcoholic solution saturated with ammonia yields 
nearly unaltered pyroguaiacin when evaporated. — 5. The alcoholic 
solution of pyroguaiacin reduces nitrate of silver. 

Pyroguaiacin is insoluble in water. 

Pyroguaiacin immersed in cold potash swells up considerably, and 
when the lquid is heated, forms a solution which solidifies on cooling 
into a solid mass, from whichyafter saturation with carbonic acid, alcohol 
extracts unaltered pyroguaiacin. 


Pyroguaiacic Acid. 
C#H80O — ARH PO? O24: 2 


UNVERDORBEN. (1826.) Pogg. 8, 402. 

PELLETIER & DEviLtuE. Compt. rend. 17, 11438.—N. Ann. Chim. Phys. 
12,228; N. J. Pharm. 6, 118; J. pr. Chem. 83, 318; Pharm. 
Centr. 1844, 45. 

Soprero. WV. J. Pharm. 4, 881; Compt. rend. 17, 677; Pharm. Centr. 
1844, 19. 

Voucket. Ann. Pharm. 89, 345; Pharm. Centr. 1854, 484. 


Pyrojakséure, Guajakbrandsdure (Unverdorben), Pyroguajaksdéure (Viélckel), 
Hydrure de guajacile (Pelletier & Deville), Acide pyrogaigue (Sobrero). 


Preparation. 1. The oil obtained by the dry distillation of guaiac 
resin is distilled with 6 pts. of water and } pt. hydrate of potash as 
long as the distillate exhibits any odour; the residual liquid is decanted 
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from the tar, diluted with 2 pts. of water, and exposed to the air, after 
which it is evaporated, with frequent renewal of the water, till it no 
longer smells. On subsequently distilling the quid mixed with sul- 
phuric acid, a yellowish green oil collects in the receiver below the 
water. (Unverdorben.) 

2. The heavy oil which passes over in the distillation of guaiac resin 
is dissolved in potash; the solution diluted with water and boiled in the 
retort as long as any yellow light oil passes over; the residue mixed 
with a quantity of sulphuric acid not quite sufficient to convert the 
whole of the potash into sulphate; the separated oil dissolved in 
potash; the solution boiled in the retort till the milky water which has 
passed over becomes perfectly clear on the addition of a small quantity 
of potash ; and the oil again separated (3 lbs. cf resin thus treated 
yielded 160 gris. of oil). This oil is dried in vacuo over oil of vitriol 
(because chloride of calcium is somewhat soluble in it and gives off 
water in distillation) and rectified. It begins to boil slightly at 100°, 
and is in complete ebullition at 200°; only a small quantity however 
passes over from 200° to 208°, about } of the oi! from 203° to 210°, 
half from 210° to 220°, and the small coloured residue between 220° and 
230°. By repeated fractional distillation, it is freed from an admixed 
easily decomposible oil, and pure pyroguaiacic acid is ultimately 
obtained. (Vélckel.) 

3. When the mixture of guaiacene (x, 411,) and pyroguaiacic acid 
obtained by the dry distillation of guaiac resin is washed with water and 
carefully distilled, all the guaiacene passes over first, the pyroguaiacic 
acid distilling at a higher temperature only; the middle portion of the 
distillate obtained at about 210° contains the pure acid, which is ob- 
tained coluurless by repeated rectification in au atmosphere of carbonic 
acid, — Another method is to decompose the lead-salt by sulphuric acid, 
shake up the liquid with ether, wash the ethereal solution with water, 
and rectify in a stream of carbonic acid. (Sobrero.) —'The acid is very 
difficult to obtain pure; the purification is conducted like that of 
creosote. (Deville & Pelletier.) 


Properties. Colourless oil; sp. gr. = 1:119 at 220° (Sobrero); 1°125 
at.16° (Vélckel). Has a faint peculiar odour resembling that of creosote, 
and a pungent peppery taste like that of cloves. Boils at 210° 
(Sobrero), at 205° (Vélckel). Vapour-density = 449 (Deville & 
Pelletier); = 4°898 (Sobrero.) Does not redden litmus. 


Sobrero. Volckel. 
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According to Sobrero, it is C%H°O*; according to Vélckel C’?H°O*.—The acid 
examined by Sobrero was not pure; in the pure state it is C4H*O* (Deville). The 
formula C16H8O4 would require 70°5 per cent. of carbon. [L.] 
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Decompositions 1, The acid burns with a white sooty flame. 
(Sobrero.) —-2. It is very violently attacked by nitric acid, even when 
very dilute and in the cold, with formation of oxalic acid and a red- 
brown resin. (Sobrero, Vélekel.) In the state of aqueous solution, it is 
converted into a red-brown resin by liquids which readily give up oxygen, 
such as bichromate of potash, ferric sulphate, &c. (Vélckel.) The alcoholic 
solution reduces gold and silver-salts to the metallic state, and ferric and 
cupric salts to ferrous and cuprous salts respectively. (Sobrero.)—3. With 
chlorine or bromine it forms a crystallisable acid, in which half the 
hydrogen is replaced by chlorine or bromine. (Pelletier & Deville.) 
With chlorine, it forms a crystallisable, easily fusible mass, which when 
gently heated sublimes in long white needles; iodine and bromine act in 
like manner. (Sobrero.) The crystalline substance disappears again 
when acted upon by a larger quantity of chlorine. (Volcekel.)— 4, Ex- 
posed to the air in contact with aqueous potash, it gradually turns red 
and ultimately dark green. (Pelletier & Deville, Sobrero.) When pure, 
it does not exhibit this colouring, even after two months’ exposure. 


(Volckel.) 


Combinations. Pyroguaiacic acid is sparingly soluble in water. 

It dissolves in oil of vitriol, and is precipitated by water in its 
original state. (Volckel.) 

With bases it forms crystallisable salts which turn black in the moist 
state; it does not decompose carbonates. (Pelletier & Deville.) It dis- 
solves readily in aqueous potash but does not decompose alkaline carbo- 
nates. (Pelletier & Deville.) It is insoluble in ammonia. (Sobrero.) 

With potash and ammonia, it forms white crystallisable masses. 
(Vélckel.) 

The potash-salt assumes a blue colour when fused in contact with the 
air; it is but sparingly soluble in absolute alcohol, still less in ether. 
(Unverdorben.) 

The salts of the alkaline earths and heavy metallic oxides are spa- 
ringly soluble in water. (Unvyerdorben. 

The alccholic solution of the acid forms with basic acetate of lead, a 
precipitate which is insoluble in water, soluble in strong alcohol, and 
melts at 100°. (Sobrero.) The same compound is obtained when an 
alcoholic solution of the acid containing ammonia is mixed with an ammo- 
niacal solution of acetate of lead. (Volckel.) 


Sobrero. Volckel. 
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Pyroguaiacic acid dissolves readily in alcohol and in ether. 


ORCIN. Jug 


Orcin. 
C¥H®0! = C“H*0?,02, ? 


Ropiquet. (1829.) Ann. Chim. Phys. 42, 236; Br. Arch. 36, 315. — 
Ann. Chim. Phys. 58, 820; N. Br. Arch. 5, 174.—J. Pharm. 21, 269; 
J. pr. Chem. 6,180; Ann. Pharm. 15, 289; Pharm. Centr. 1835, 438; 
1838, 690. 

Liesia & Witt. Ann. Pharm. 27, 147. 

Dumas. Ann. Pharm. 27, 140; J. pr. Chem. 16, 422.—Pharm. Centr. 
1838, 691. 

Scuunck. Ann. Pharm. 41, 159; 54, 269; Pharm. Centr. 1845, 727. 

GERHARDT. Compt. chim. 1845, 287. 

SteNdouse. Phil. Trans. 1848, 85; Ann. Pharm. 68, 93, 99; J. pr. Chem. 

_ 45, 180.—Pharm. Centr. 1848, 318. 

STRECKER. Ann. Pharm. 68, 108. 

LAvuRENt & Gerwarpt. WV. Ann. Chim. Phys. 24, 315; NV. J. Phar. 
14, 304; J. pr. Chem. 45, 304. 


Sources. Orcin appears to exist, partly ready formed, in the lichens 
used for the preparation of archil and litmus. 


Formation. 1. By boiling orsellic acid with water and therefore 
also by boiling lecanoric (alpha-orsellic) acid, erythric acid, picroerythrin 
or evernic acid with alkalies, these latter substances being first converted 
into orsellic acid. —2. By the dry distillation of lecanoric acid, erythric 
acid, evernic acid and picroerythrin. 


Preparation. Dry Varwlaria dealbata is exhausted by boiling alcohol; 
the solution freed by evaporation and cooling from the semiresinous body 
which separates; the remaining liquid evaporated to an extract; and this 
extract exhausted with water. ‘The aqueous solution evaporated to a 
syrup deposits after a few days crystals of orcin, which may be purified 
by recrystallisation from water, with addition of animal charcoal, during 
which operation however the charcoal absorbs a considerable quantity of 
orcin. (Robiquet.) —2. A roccella ora lecanora is macerated with milk 
of lime; the strained liquid boiled for a few hours in an open vessel, and 
evaporated to one-fourth; carbonic acid gas passed through it as long as 
a precipitate of carbonate of lime continues to form; and the filtrate 
evaporated to dryness over the water-bath. The residue is boiled with three 
or four times its bulk of strong alcohol; and the solution is filtered and set 
aside to crystallise; after three or four days, the dark coloured crystals 
are dried between paper and dissolved in three or four times their volume 
of anhydrous ether; and the filtered solution is left to evaporate in 
vacuo. The large six-sided crystals thus obtained become still paler by 
recrystallisation. (Stenhouse.) 

3. Perfectly colourless orcin is obtained as follows: Orsellic or erythric 
acid is boiled with water for half an hour or an hour, whereupon a large 
quantity of carbonic acid is given off, and the evaporated solution 
(mixed perhaps with animal charcoal) deposits on cooling a large 
quantity of colourless crystals of orcin. — 4. Or, pure lecanoric acid, or 
its green mother-liquor (vid. preparation of lecanoric acid from Lecanora pare?!) 

2A 
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is boiled with strong baryta-water; the baryta precipitated after the 
decomposition is complete, by a stream of carbonic acid gas; and the 
liquid heated to the boiling point, filtered, concentrated, and left to 
evaporate. ‘To purify the crystals, they are dissolved in hot water, and 
boiled with hydrate of alumina or ferric hydrate, till the liquid is nearly 
decolorised, and the solution is filtered and left to crystallise. The hydrate of 
alumina or ferric hydrate takes up the pigment with which the impure orcin is coloured ; 


and on dissolving the alumina or oxide of iron in hydrochloric acid, the pigment remains 
in the form of a resinous mass insoluble in water, easily soluble in alcohol and ether. 


If the orcin still remains coloured, it is distilled from a retort, the distilla-_ 
tion being interrupted as soon as the orcin vapours begin to carry colour- 
ing matter over with them. The aqueous solution of the distillate eva- 
porated in vacuo or over oil of vitriol, yields nearly colourless crystals 
having only a slight yellowish or bluish red tint. 

To obtain anhydrous orcin from the hydrated crystallised compound ; 
the latter is dried in vacuo or over oil of vitriol, or repeatedly crystal- 
lised from anhydrous ether (Schunck), or, after drying at 100°, it is 
distilled in a small retort heated on all sides; a small quantity of water 
then passes over at first; but as soon as the mass arrives at a state of 
complete ebullition, a transparent colourless substance distils over, which 
after some hours becomes crystalline and opaque. 


Properties. Colourless, erystalline. When freed from water by 
previous ebullition, it boils between 287 and 280°. (Dumas.) When 
quickly distilled it passes over unchanged. Vapour-density = 5:7. 
(Dumas. ) 


The aqueous solution has a very swect but nauseating taste. It does 
not colour litmus. 


Anhydrous. Robiquet. Dumas. Stenhouse. 
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Tsomeric with saligenin. 


Decompositions. 1. With nitric acid, orcin forms a solution which 
turns red when heated, then suddenly gives off large quantities of 
nitrous vapours; and deposits red resinous flakes, which are light red 
after drying, dissolve in alcohol with yellow, and in alkalis with brown 
colour, and are precipitated therefrom by acids. After boiling for some 
time, these resinous flakes redissolve, the liquid acquiring a deep yellow 
colour and being afterwards found to contain nothing but oxalic acid. — 
2. Orcin boiled with bichromate of potash becomes dark brown after a 
while and yields a dark brown sediment; the decomposition is much 
accelerated by addition of sulphuric acid. — 8. When bromine comes in 
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contact with solid oréin or with the concentrated aqueous solution, hydro- 
bromic acid is given off, with rise of temperature, and a brown crystal- 
line mass is formed, consisting of terbromorcin coloured by a brown resin. 
(Dumas, Laurent & Gerhardt.) — In a current of chlorine gas, orcin melts 
with considerable rise of temperature and evolution of hydrochloric acid 
gas; the product solidifies into a crystalline mass of chlororcin. (Schunck, 
Stenhouse.) Orcin does not undergo any alteration when melted with 
iodine. (Schunck.)—4. Orcin moistened with a few drops of a solution of 
chloride of lime, first assumes a purple-red colour, like orsellic acid, but 
soon after becomes deep yellow. (Stenhouse.)— 5. By the simultaneous 
action of ammonia and oxygen in presence of water, orcin is converted 
into orcein: 


CHHSO* + NH? + 60 = C4NH/0O® + 4HO. 


Dry orcin remains unaltered in dry air mixed with ammoniacal gas; 
but moistened orcin in a mixture of air and ammoniacal gas absorbs 
oxygen from the air and a large quantity of ammonia, forming orcein; 
with ammoniacal gas and pure oxygen, the absorption is more abundant, 
but instead of orcein a brown substance is produced. —If the air be 
excluded, the orcin is not coloured by ammonia. — The aqueous. solution 
of orcin, mixed with a few drops of ammonia, gradually assumes a 
brownish yellow colour, and after two days’ exposure to the air becomes 
dark brown-red. — Orcin placed under a bell-jar over aqueous ammonia, 
gradually assumes a darker brown colour; on the following day, it forms 
with water, a brown-red solution; but if it be exposed to the air for some 
time in the dry state, the brown colour changes to deep violet, and water 
forms with it a beautiful red-violet solution, especially on addition of a 
little more ammonia. (Robiquet.)—6. The precipitate which aqueous 
orcin forms with ammonia and nitrate of silver, is reduced by boiling, 
with formation of a silver speculum, the liquid at the same time turning 
red. Terchloride of gold is reduced by aqueous orcin, slowly in the cold, 
immediately. when heated, a dark brown powder separating at the same 
time. (Schunck. ) 


Combinations. With water.—a. Hydrated Orcin. — Anhydrous 
orcin rapidly absorbs moisture from the air and is converted into hydrated 
orcin. — Colourless needle-shaped crystals, consisting of oblique six-sided 
prisms generally with an oblique terminal face. oP. oPa.—Po 
and sometimes oP. (Miller, Ann. Pharm. 68, 108); Fig. 103, without 
m-faces (Laurent & Gerhardt); o P : « P=101° 30° (Laurent), 102° 24’ 
(Miller); co Po : oP=88° 57’ (Miller); 0 Po : m P=129° 15’ (Laurent 
& Gerhardt); oPo:—Px=136° 30’ (Laurent); 136° 16’ (Miller) ; 
the crystals cleave very easily in the direction of »Po. Hydrated 
orcin melts at a gentle heat, and boils at a stronger heat, all the water 
escaping at first and anhydrous orcin volatilising afterwards. It gives 
off 2 At. water in vacuo over oil of vitriol at 100° and when distilled. 


Crystallised. Dumas. Will. Schunck. Stenhouse. 
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b. Aqueous Orcin. — Orcin dissolves very easily in water. 
Aqueous orcin forms with ferric hydrochlorate a dark red precipitate, 
from which ammonia extracts orcin. (Schunck.) 


Lead-compound. — a. Aqueous orcin is precipitated by basic acetate 
of lead, and the precipitate is boiled with the neutral acetate, and washed 
with water. (Dumas, Schunck.) The precipitate, which is white at first, 
even when the orcin has been added in excess, soon turns red in contact 
with the air. (Schunck.) — Orcin combines with stearie acid, forming a 
compound which is decomposed by alkalis, with separation of stearic acid 
and a substance which is coloured by ammoniacal vapours and dissolves 
in water and in ether, but appears to be different from orcin. (Berthelot, 
Compt. rend. 41, 452.) —b. An aqueous solution of orcin containing 
ammonia is mixed by drops with nitrate of lead till about half of it is 
precipitated, the precipitate then digested in the liquid, and washed with 
boiling water. (Dumas.) 


* Schunck. Stenhouse. 
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C¥H®Pb?01,2PbO.. 554 ....100°00 ....100°00 ....100°00 ....160°00 


With excess of neutral acetate of lead, aqueous orcin forms a precipi- 
tate which quickly turns red, and contains 82°83 p.c. lead. (Stenhouse). 

Aqueous orcin does not precipitate sulphate of copper, corrosive 
sublimate, or nitrate of silver; on addition of ammonia, a flocculent 
precipitate is formed in the cold with nitrate of silver. 

Orcin dissolves in alcohol and in ether. 

It is absorbed, like colouring matters, by animal] charcoal. 


Terbromoycin. 


STENHOUSE. (1848.) Phil. Trans. 1848, 87; Ann. Pharm. 88, 96; 
Pharm. Centr. 1848, 818. 

LavRENT & GERHARDT. iV. Ann. Chim. Phys. 24, 317; abstr. Compt. 
vend. 27, 164;.N. J. Pharm. 14, 204; J. pr. Chem. 45, 304 ; 
Pharm, Centr. 1848, 717. 


Bromorceid. 


Formation and Preparation. Bromine in contact with orcin, gives 
off a large quantity of hydrobromic acid, even at ordinary temperatures; 
the mass, which is liquid at first, but solidifies after the excess of bromine 
has been expelled, is dissolved in alcohol, water added during the boiling, 
and the supernatant liquid decanted from the impure crystals which first 
separate as the liquid cools. This liquid solidifies on cooling, in the form 
of yellowish needles having a silky lustre. (Laurent & Gerhardt.) — 
Bromine is added to a concentrated aqueous solution of orcin as long as 
any action takes place, and the precipitated brown-red crystalline mass is 
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separated from the liquid, washed with cold water, and purified from an 
admixture of brown odoriferous resin by digestion with weak alcohol and 
a small quantity of animal charcoal. (Stenhouse. ) 


Properties. Long white coherent needles. Inodorous, tasteless. 
Melts very easily, even in hot water, into an oil which crystallises on 
cooling. 


Laurent & 

Stenhouse. Gorntael 
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Decompositions. 1. When heated, it gives off hydrobromic acid and 
an oil which crystallises on cooling and leaves a large quantity of char- 
coal. (Laurent & Gerhardt.) — 2. With potash-ley, it assumes a dark 
violet-brown colour, and forms with a large quantity of water a brown- 
red solution which is decolorised by acids. Ammonia does not produce 
this colour. (Laurent & Gerhardt.)— With alkalis it forms a brown 
solution, in which hydrochloric acid produces a yellow resinous preci- 
pitate. (Stenhouse.) 

It is insoluble in water, but dissolyes very easily in alcohol and ether. 


Chlororcin. C'CH5O*. 


SrennouskE. Phil. Trans. 1848, 88; Pharm. Centr. 1848, 318. 
E. Scuunck. Ann. Pharm. 54, 271. 


Chiororceid. 


Formation and Prepuraiiom. Dry chlorine gas is passed over orcin 
t:ll the mass which is fusc« ut first, cools and crystallises, after which the 
product is crystallised from hot water and alcohol. (Schunck.) When 
dry orcin or its aqueous or alcoholic solution is treated with chlorine 
gas, only a small quantity of crystalline chlororcin is obtained, but a large 
quantity of closely adhering dark brown resin which is difficult to sepa- 
rate. (Stenhouse.) 


Properties. Chlororcin crystallises from its aqueous or alcoholic solution 
in white needles. Melts at about 58:9°,and becomes crystalline again on 
cooling. Heated in a glass tube, it volatilises partly undecomposed, 
leaving a brown residue; the vapour condenses into an oil which soon 
crystallises. — Tastes sharp and cooling after continued mastication. 
The solution reddens litmus strongly. (Schunck.) 


Decompositions. 1. Heated on platinum foil, it volatilises, emitting 
an irritating, suffocating vapour, which burns slowly with a red, smoky, 
vrecn-edged flame, and leaves a considerable residue. It is slowly 
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attacked by nitric acid; by continued boiling with that acid, a solution 
is formed containing free chlorine. — The aqueous solution is not pre- 
cipitated by nitrate of silver; but a large quantity of chloride of silver 
is formed on boiling. Chloride of gold is instantly reduced. (Schunck.) 

Chlororcin dissolves in boiling water; in a quantity of water not 
sufficient to dissolve it, it melts into a brown oil. 

It dissolves in alkalis and is precipitated therefrom in its original state 
by acids, even after long boiling. It forms an insoluble compound with 
baryta. (Schunck.) 

It dissolves in alcohol. 


Orcein. 
C¥N Hi0® =O} AdH®O?,04, 2 


RospiquET. (1829.) Ann. Chim. Phys. 42,245; Br. Arch. 16, 315.— 
Ann. Chim. Phys. 58, 320; J. Pharm. 21, 269; J. pr. Chem. 6, 130; 
NV. Br. Arch. 5,174; abstr. Ann. Pharm. 15, 289; Pharm. Centr. 
1835, 438.—J. Pharm. 21, 887. 

HrEeren. Schw. 59, 336. 

Dumas. Ann. Pharm. 27, 145; J. pr. Chem. 16, 422; Pharm. Centr. 
1838, 691. 

Kann. Phil. Trans. 1840, 285; VN. Ann. Chim. Phys. 2, 2) and 147; 
Ann. Pharm, 39, 38; Pharm. Centr. 1839, 862; 1841, 565. 

LAURENT & GeRHARDT, WV. Ann. Chim. Phys. 24, 315. 


Beta-orcein, Lichen-red, Flechtenroth (Heeren). 


Formation. From orcin by the action of ammonia and oxygen 
(p. 855). It is therefore contained in archil. 


Preparation. 1. From Orcin.—The brown mass (p. 355) formed 
from orcin by exposure for 24 hours to air containing ammonia, is gently 
heated, at last to 100°, in order to expel the whole of the ammonia, then 
dissolved in water; the solution is mixed with acetic acid, and the brown 
precipitate washed with cold water. (Robiquet.) Heeren, by digesting 
erythric acid for several days with a small quantity of ammonia at 40°, 
and agitating frequently, obtained lichen-red, which does not differ essen- 
tially from orcein. 

9. Preparation of Orcein, Erythroleic acid and <Azerythrin from 
Commercial Archil, according to Kane. — Commercial archil is slightly 
acidulated with hydrochloric acid, the solution evaporated to complete 
dryness, and the residue exhausted with alcohol, till that liquid is but 
slightly coloured by it. The alcoholic solution is then evaporated to 
dryness over the water-bath; and the dark brown-red residue is washed 
with water till the ammoniacal salt is completely extracted, then dried, 
pulverised and treated with ether, as long as it imparts any perceptible 
colour to that liquid. The powder, after being kept at 100° for two 
hours to expel the ether, has a fine amber-red colour and consists of 
orcein and alphorcein. (Kane, p. 368). . 

When the amber-red ethereal infusion of the alcoholic extract of 
eommercial -archil is evaporated to dryness over the water-bath, there 
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remains a semifluid oil, which becomes perfectly liquid when heated, 
makes grease-spots on paper, and after a few days still deposits a small 
quantity of orcein. To separate that substance completely, the oil is 
dissolved in the smallest possible quantity of ether ; the liquid decanted 
from the undissolved orcein-powder; and evaporated at a very gentle 
heat; and the residue kept for some time at 100°, to expel the ether 
completely. — The erythroletc acid thus obtained is semifluid at ordinary 
temperatures and of a purple-red colour. 


Erythroleic acid. Kane. 
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Hxposed to the air for a few weeks, it gradually solidifies and is then 
no longer soluble in ether. 

It is nearly insoluble in water, which is however coloured by it. 

It dissolves in alkalis, and forms purple precipitates with metallic 
oxides. The lead-compound has a purple-crimson colour. 


At 120° Kane 
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Sometimes the analyses yield less oxygen. 


Erythroleic acid is soluble in alcohol and ether, not in oil of turpen- 
tine (Kane, Phil. Trans. 1840, 295; NV. Ann. Chim. Phys. 2, 34; Ann. 
Pharm. 39, 47. 

When the portion of archil which is elena in alcohol is repeatedly 
boiled with water, the first water acquires a rose-red colour, the second, a 
yellow. When the dark-red residue insoluble in water is boiled with 
potash-ley, woody fibre remains undissolved; and on mixing the’ potash- 
solution with an acid, evaporating to dryness, and exhausting the 
potash-salt with water, a small quantity of azerythrin remains behind; 
it is difficult however to obtain this substance free from azolitmin. 

Dark red powder. 


Azerythrin. Kane. 
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Azerythrin yields °y combustion, 1 yol. nitrogen to between 20 and 
21°8 oxygen. 
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When heated, it yields water and empyreumatic products, without 
fusing. 

It is insoluble in water. 

It dissolves in alkalis with wine-red colour (if it contains azolitmin, 
the solution has a violet or blue colour). It is not precipitated by acids. 
The solution forms brown-red precipitates with the salts of the heavy 
metals. 


Lead-compound of Azerythrin.— The potash-solution is neutralised 
with acetic acid, precipitated by basic acetate of lead, and the precipitate 
dried at 82°. 


Kane 
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The compound does not dissolve in alcohol or ether. 


Properties of Orecin. — Brown amorphous powder. 


is at, Dumas. Kane. 
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According to Calculation II, the formation of orcein from orcin is explained by 
the equation: C#H®8O* + NH? + 60? = C4NH’0% + 4HO (Gerhardt). According 
to Kane, the formula ITI agrees best with the analyses of orcein and of its compounds, 
but does not explain the relation of orcein to orcin. Dumas gives the formula 
C!’NH°O7, which does not agree so well with the analyses. 


Decompositions. 1. Orcein snbjected to dry distillation yiel s 
ammoniacal vapours. — 2. Boiled with potash-ley, it gives off ammonia ; 
the solution, even after continued boiling, yields with acetic acid, a con- 
siderable quantity of unaltered orcein, which however becomes resinous 
when dry and exhibits a conchoidal fracture. — 8. Orcein suspended in 
water and dissolved in alcohol, is converted by the action of chlorine into 
brown chlororcein, while only traces of hydrochloric acid are produced. 
(Kane.) — 4. Orcein is decolorised by sulphuretted hydrogen. When 
the lead-compound of orcein is decomposed by sulphuretted hydrogen, 
the precipitate does not impart any colour to boiling alcohol, but after 
addition of ammonia it immediately acquires a violet colour. (Kane.) 
An ammoniacal solution of orcein acidulated with hydrochloric acid is 
decolorised by zinc, but becomes red again when exposed to the air; 
ammonia throws down a white precipitate of the compound of leucorcein 
with oxide of zinc, which on exposure to the air acquires a violet and 
ultimately a purple colour. (Kane.) 


Combinations. Orcein dissolves sparingly in water, but colours it, an 
is precipitated from the solution by metallic salts. 
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2. It dissolves readily in potash or ammonia, forming a solution of a 
splendid purple-red colour from which the colouring matter is precipi- 
tated by excess of common salt.— 100 pts. ef dry orcein absorb, with 
evolution of heat, 8°06 pts. of ammoniacal gas (= 1 At. according to 
Kane}; the compound has a deep violet colour and gives off all its 
ammonia at 100°. 


Preparation of Orseille or Archil.—There are two varicties, viz., orsetlle 
cde mer, which is obtained from various lichens of the genus Roccella growing 
on the rocky coasts of the Azores, the Canary and Cape de Verd isles, 
also of the Cape of Good Hope, Madeira, Corsica, Sardinia, &c.,— and 
orseille de terre, for the preparation of which, Variolaria orcina (Ach.) 
from Auvergne, Variolaria dealbata (D.C.) from the Pyrenees, Lecanora 
tartarea and others from Sweden are employed. The largest amount of 
colouring matter is obtained from Roccella Montagnei from Angola, viz., 
12 per cent.; Lecanora tartarea contains only from 1} to 2 per cent. 
The cleansed and crushed lichens are rubbed up to a thin paste with water 
and putrefied urine or carbonate of ammonia, and left to ferment, with 
addition of quick lime, a small quantity of alum or arsenious acid being 
sometimes added perhaps to check putrefaction. Ina week a violet colour 
is obtained, which becomes brighter in a fortnight; sometimes also an 
odour of violets is evolved. Orseille is kept in the moist state. — The 
colouring mutter of orseille consists mainly of orcein; its decoction is 
dark-red, but becomes lighter when treated with ‘acids, and violet with 
alkalis. 

Persio, Cudbear, Archil is prepared in England from Swedish Lecanora 
tartarea, or from the rock-lichens of Wales or the Orkneys, in the same 
manner as French orseille. It is sent into the market in the form of a 
purple or violet powder. 

8. The alkaline solution of orcein forms with metallic salts purple- 
red lakes of several shades, which lose much of their beauty in drying. 


Zine- compound of Orcein. — Violet. 
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CNH"OS8,3Zn0+4Aq 353°5 100°60 CNH‘0',2Zn0+2Aq 261 100-00 


Lead-compound. — The sclution of orcein in ammonia is neutralised 
with acetic acid and precipitated with neutral acetate of lead. Purple 
precipitate which gives ofi 13:94 p. c. water at 100°, but is not completely 
dehydrated even at 121°. (Kane.) 
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CBNH08,3PbO + 2Aq 549°4 100°00 2C¥NH/0%,5PbO+4Aq 901 160°00 
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Copper-compound, — Prepared like the lead-compound. Has a dark 
purple colour. Gives off 10°6 per cent. of water at 100°, but is not 
completely dehydrated. (Kane.) 


Kane 
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Silver-compound. — Obtained by boiling orcein with water, adding a 
few drops of ammonia, boiling fora while to expel the excess of ammonia, 
and mixing the liquid, which has a splendid violet colour, with nitrate 
of silver. Dark violet precipitate, becoming nearly black when pressed. 


(Dumas.) 
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Orcein dissolves with scarlet colour in alcohol and is precipitated 
therefrom by water; it is nearly insoluble in ether: (Kane.) 


Chlororcein. 


Kane. JV. Ann. Chim. Phys. 2,152; Pharm, Centr. 1841, 578. 


Chlorine gas is passed into water containing orcein or into an 
amimouiacal solution of orcein, whereupon the orcein gradually assumes 
a brownish yellow colour; the passage of the gas must be stopped as soon 
as the decomposition is complete, b:cause an excess of chlorine would 
produce an alteration in the chlororcein. This substance is insoluble in 
water, but dissolves, with brownish yellow colour in alcohol, ether and 
ammonia ; the ammoniacal solution is precipitated by acids and by 


metallic salts. 
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Kane’s analysis cannot be made to agree with the second formula for orcein ; 
Gerhardt suggests that the substance analysed may have been impure. 
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Chlororcein dissolves in aqueous ammonia and potash. The solution 
contains sal-ammoniac and chloride of potassium. Acids added to this 
solution, precipitate chlororcein more or less decomposed. 


Leucorcein, C*NH0%, ? 


Kane. JV. Ann. Chim. Phys. 2,147; Pharm. Centr. 1841, 522. 


Known only in combination with oxide of zinc. — The zinc-oxide is 
added to an ammoniacal solution of orcein slightly acidulated with 
hydrochloric acid; the decolorised liquid precipitated by ammonia; 
and the white precipitate is collected on a filter in an atmosphere of car- 
bonic acid, washed with boiling water, and dried in vacuo over oil of 
vitriol. During these operations, in spite of every precaution, the preci- 
pitate acquires a pale violet colour arising from incipient oxidation, — 
After drying over oil of vitriol in vacuo, it is C®NH"¥O%3ZnO + 2Aq 
and gives off 2 At. water when heated to 140° in a stream of carbonic 
acid. 


In vacuo. Kane. 
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C3NH”O8,3ZnO + 2Aq.... 337°5  .... 100°00 


Il. At 140°. Kane. 
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The compound absorbs oxygen very quickly from the air, and is 
converted into the violet compound of orcein and zinc-oxide. 


Azolitmin. 


Kang. WV. Ann. Chim. Phys. 2,129, 1387; Ann. Pharm. 39, 57; Pharm. 
Centr. 1841, 569. 


Preparation of Azolitmin and of the other colouring matters contained 
in Litmus. (Kane, Phil. Trans. 1840, 298; NV. Ann. Chim. Phys. 
2,129; compare Gélis, J. Pharm. 27, 477.) a. Commercial litmus in 
the state of powder is boiled with water as long as the water acquires 
any colour from it. The decoction, which contains but little colouring 
matter in proportion to the depth of its tint, is precipitated by neutral 
acetate of lead; the purple precipitate is decomposed by sulphuretted 
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hydrogen; the resulting mixture is washed with pure water, and afterwards 
with water containing ammonia; the dark brown liquid filtered from the 
sulphide of lead is evaporated to dryness; and the residue is moistened 
with hydrochloric acid and washed with hot alcohol to extract the sal- 
ummoniac. The residue then consists of pure <Azolitmin: sometimes 
however this substance is mixed with Spaniolitmin; or this latter body 
may even constitute the entire residue. 

b. The pale blue powder which remains after litmus has been 
thoroughly boiled with water, is made up into a thin paste with water, 
and hydrochloric acid is added till effervescence ceases and the liquid 
exhibits a strong alkaline reaction. The mass is then thrown on a filter; 
aud the residue, after being freed from excess of acid by washing with 
water, is well dried and repeatedly boiled with alcohol, as long as that 
liquid extracts anything from it. The alcoholic solution is evaporated 
to dryness over the water-bath, and the residue digested with warm 
ether as long as the ether is coloured by it. The ethereal solution, distilled 
in the water-bath to remoye the ether, leaves Avythrolein in the form 
of a purple semifluid oil. The portion of the alcoholic extract which is 
insoluble in ether consists of Hrythrolitinin. 

c. 1. The red-brown powder which remains after the boiling with 
alechel (vid, sup.) consists ef impure <Azolitmin. This substance is 
either boiled with pure water, and pure azolitmin obtained by evaporat- 
ing the strongly coloured solution; — or the residue insoluble in alcohol 
is beiled with ammoniacal water, and the blue solution evaporated to 
dryness, during which operation the greater part of the ammonia 
escapes; the remainder is separated by moistening the mass with hydro- 
chloric acid, and washing the resulting sal-ammoniac with alcohol. — 
2. The strongly coloured liquid obtained by boiling litmus with water 
is precipitated with neutral acetate of lead; the precipitate is washed with 
water, treated while still moist with sulphuretted hydrogen, and suspended 
in waim ammoniacal water; the dark blue liquid is evaporated to dry- 
ness, and moistened with hydrochloric acid ; and the sal-ammoniac is 
separated by means of warm alcohol.—The residve is but of small 
amount in proportion to the deep colour of the solution; it sometimes 
consists of pure azolitmin, more rarely of spaniolitmin, a substance not 
containing nitrogen. 


Properties of Azolitmin, Dark brown-red amorphous powder. 
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In the mixtures of carbonic acid and nitrogen obtained by combustion, Kane found 
from 16°8 to 18°3 vol. carbonic acid to 1 vol. N. 

According to II, azolitmin contains 2 At. oxygen more than orcein, and may be 
derived from orcein in the manner shown by the equation : 


C4uHSO! + NH? + 80 = C4¥NH/08 + 4HO, 


the absorption of an additional quantity of oxygen being favoured by the presence of 
alkaline carbonates (Gerhardt, Trai/é, 3, 818).—According to Calculation 1, which 


agrees best with the analyses of azolitmin and its compounds, azolitmin contains 1 At. 
oxygen more than according to Kane’s formula C!3NH!’O", and 3 At. oxygen more 
than orcein, according to Kane’s formula for that substance. 


Azolitmin suspended in water through which chlorine gas is passed 
yields yellow chlorazolitmin. 

It is sparingly soluble in water. 

It dissolves readily in aqueous ammonia and potash, forming the blue 
of litmus. When the ammoniacal solution is left to evaporate, the 
greater part of the ammonia escapes; the residue does not exhibit a 
constant composition. Neither does the absorption of ammoniacal gas 
by azolitmin obey any regular law. 


Litmus is obtained from the same lichens that yield archil, by treating 
them with carbonate of potash in addition to ammonia. — 30 grms. of 
Roccella tinctoria: (a) mixed with 5 grms. of carbonate of potash; 
(6) with 2 grms. of slaked lime; (¢) unmixed,—were moistened during 
fourteen days with urine which was saturated with carbonate of ammonia 
and the mixture stirred several times every day; a yielded beautiful 
litmus; 6 and ¢ yielded archil.— When 2 pts. of Loccella tinctoria and 
1 pt. of carbonate of potash are repeatedly moistened with urine which 
is saturated with carbonate of ammonia (pure carbonate of ammonia 
exerts the same action), the mass acquires in 3 days a brown or dirty red 
colour; in 20 or 25 days, a purple-red; in 30 days a blue colour; and 
in 40 days yields litmus of the best quality. (Gélis, J. Pharm. 24, 277.) 
— Litmus (tournesol en pains) is prepared in Holland from Lecanora 
tartarea and Roccella tinctoria of the Canary Isles, the coloured mass 
obtained as above being thickened with chalk or gypsum. The colouring 
matter contained in it consists chiefly of azolitmin. 

The ammoniacal solution of azolitmin forms with the salts of the 
heavy metallic oxides, precipitates which are red or blue, according to 
the quantity of oxide contained in them. 


Lead-compound. — The recently precipitated compound has a beauti- 
ful violet colour but turns blue after drying at 170°. 


Kane. 
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Sulphuretted hydrogen converts the compound into a black powder, 
which appears to be a compound of azolitmin with sulphide of lead, 
inasmuch as the azolitmin can be extracted from it by water only after 
long boiling, but is immediately dissolved out by potash or ammonia, 
whereas azolitmin is more soluble in water containing sulphuretted 
hydrogen than in pure water. 


Stannous compound. —a. Prepared in the cold.— [The method is not 
given. L.] Has a fine violet colour. It is partially decomposed when 
dried by heat. It is decolorised by boiling with water, the protoxide of 
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tin being converted into binoxide. The greenish white compound thus 
formed quickly absorbs oxygen from the air, and forms a red compound 
of regenerated azolitmin with stannic oxide. 


Kane 
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6. Protochloride of tin forms with an ammoniacal solution of azolit- 
min, a beautiful violet precipitate, which must be washed and then dried 
at 100°. 

By boiling with water slightly acidulated with hydrochloric acid, it is 
converted into a white compound of leucazolitmin with stannic oxide. 
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Stannie compound. —'The compound of leucazolitmin with stannic 
oxide is exposed to the air in the moist state, till it acquires a scarlet 
colour. This scarlet compound gives off 2 At. water (4'5 per cent.) 
at 140°. . 
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[From Gerhardt’s formula for azolitmin, it is impossible to deduce any formula for 
these tin-compounds. ] 


Azolitmin is insoluble in alcohol. 


Chlorazolitmin. 
Kane. WV. Ann. Chim. Phys. 2,155; Pharm. Centr. 1841, 574. 


When chlorine is passed into water in which azolitmin is supended, a 
yellow substance is formed; which is insoluble in water, but dissolves in 
alcohol, ether and alkalis, and is precipitated from the latter in its original 
state by acids. 


SPANIOLITMIN, 367 


q. TI. Kane. 
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Leucazolitmin. 


KunHitMann. Ann. Chim. Phys. 54,291; Pharm. Centr. 1884, 646. 
Kane. WV. Ann. Chim. Phys. 2, 150; Pharm. Centr. 1841, 572. 
VocEL. J. pr. Chem. 16, 811. 


Produced from azolitmin by nascent hydrogen, but cannot be prepared 
in the pure state, because it immediately becomes coloured by taking up 
oxygen from the air. 

The compound of lewcazolitmin with stannic oxide is produced by boil- 
ing the compound of azolitmin and stannous oxide with water slightly 
acidulated with hydrochloric acid. White or slightly yellowish powder, 
which by exposure to the air, is immediately converted into the scarlet 
compound of azolitmin with stannic oxide. (Kane.) 

When tincture of litmus is mixed in a bottle completely full, with a few 
drops of sulphuretted hydrogen water, it is decolorised, but on exposure 
to the air, the liquid regains its blue colour. (Vogel.) Tincture of litmus 
which had been kept for several months in a closed bottle, acquired a 
reddish yellowish colour, and yielded sulphuretted hydrogen (perhaps 
arising from decomposition of sulphates), but resumed its blue colour on 
exposure to the air (compare Malaguti, V. Ann. Chim. Phys. 37, 206). 
In a similar manner, tincture of litmus is decolorised by hydrosulphate 
of ammonia or by protoxide of iron. (Kuhlmann.) 


Spaniolitmin. 


Kang. WV. Ann. Chim. Phys. 2, 140; Ann. Pharm. 39, 60; Pharm. 
Centr. 1841, 570. 


From ozvavice, rare. 


Sometimes obtained in the preparation of azolitmin. As there is no 
known method of separating these two bodies, an admixture of spanio- 
litmin in azolitmin is recognised by the combustion yielding more than 
18 vol. carbonic acid to 1 vol. nitrogen; if the substance is free from 
nitrogen, it consists of spaniolitmin. 

Light red. 


At 100°. Kane. 
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The analysis likewise agrees with the formula C%H'O%, according to which 
spaniolitmin should be formed from erythrolitmin by addition of 11 O; but this formula 
does not agree with the analysis of the lead-compound. Spaniolitmin is probably 
formed from azolitmin by abstraction of ammonia and addition of oxygen (Kane) : 


C8NH"0" — NH? + 50 = CSH70%, 
Spaniolitmin dissolves in water with light red colour. 


Alkalis turn it blue; the ammonia-compound is decomposed, though 
not completely, at a very gentle heat. 


Lead-compound of Spaniolitmin. —a. Of a fine violet colour; after 
drying, it gives off 3°5 per cent of water at 121°. 
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6b. In an ammoniacal solution of spaniolitmin, basic acetate of lead 
forms an azure-coloured precipitate which is not altered by excess of 
ammonia. Dried at 82°, it contains 5 per cent. (9 At.) of water, which 
escapes at 121°, 
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Silver-compound. — Of a fine purple colour. Gradually blackens 
when exposed to light. 


At 100°. Kane. 
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Spaniolitmin is insoluble in alcohol and in ether, 


Alpha-orcein. 


Kang. WV. Ann. Chim. Phys. 2,27; Ann. Pharm. 89, 42; Pharin. Cent. 
1841, 566. 


Orcein prepared from archil (p. 358) is very often mixed with alpha- 
orcein, of which however the archil contains, less in proportion as it is 
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older. Alpha-orcein agrees in all respects with orcein and cannot be 
distinguished from it excepting by the results of analysis, [How is it to be 
separated? L.] 
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Alpha-orcein with Lead-oxide. — An ammoniacal solution of alpha- 
orcein mixed with neutral acetate of lead and neutralised with acetic 
acid, yields a purple precipitate. 
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Erythrolein. 


Kang. Phil. Trans. 1840, 299; N. Ann. Chim. Phys. 2, 181; Anz. 
Pharm. 39, 82; Pharm. Centr. 1841, 568. 


Preparation (p. 364). — To purify the product, it is dissolved in ether, 
and after a few hours, the solution is decanted and the ether driven off by 
the heat of the water-bath. 


Properties, Semifluid at ordinary temperatures, perfectly fluid 
at 38°, 
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The quantity of oxygen varies in different analyses, but the ratio of the carbon to 
the hydrogen is constant. 


When heated it decomposes without volatilising. 

It is nearly insoluble in water, but imparts to that liquid the red 
colour of onions. 

It dissolves in ammonical water with a splendid purple colour with- 
out a trace of blue. 

With metallic oxides it forms by double decomposition beautiful 
violet lakes; in the lead-compound dried at 100°, the organic matter has 
always the same composition; but there is no simple stoichiometric 
relation between the erythrolein and the lead-oxide. 

Erythrolein dissolyes in a/cohol and in ether, forming solutions of a 
fine red colour. 

VOT. Xt. 2B 
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Erythrolitmin. 


Kane. Phil. Trans. 1840, 301; NW. Ann. Chim. Phys. 2, 182; Ann. 
Pharm. 39, 58; Pharm. Centr. 1841, 568. 


Preparaison (p. 364). ]t must be heated for an hour or two to 110°, in 
order to expel the ether completely. 


Properties. Of a fine and pure red colour. Separates on cooling 
from the boiling aleoholie solution in small, dark red, crystalline grains 
destitute of lustre. Gives off 1 At. water at 100°. 


Kane 
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a was dried at 100°; 8 at 121°. 


Erythrolitmin suspended in water is converted by chlorine gas into a 
yellowish substance, which is insoluble in water, and when dried at 
100°, contains 56°35) p.c. C, 8:18 H, and 6:85 O, corresponding to the 
formula C?ClIH*#O". 

Erythrolitmin dissolves yery sparingly in water, forming a red 
solution. 

With ammonia ‘it forms a blue compound insoluble in water, which 
separates when the aqueous solution is mixed with a small quantity of 
ammonia; when dried, it gives off ammonia and assumes a purple-red 
colour. — Erythrolitmin absorbs dry ammoniacal gas, with rise of tem- 
perature and loss of the second atom of water; the resulting blue com- 
pound contains 1 At. ammonia, half of which goes off at 130°, leaving a 
red-violet-black substance which is insolable in alcohol, immediately 
turns red, like erythrolitmin, when treated with a dilute acid, and consists 
of C*#H”Ov+4NH* [According to this, the atomic weight of erythro- | 
litmin should be doubled.  L.] 

Krythrolitmin dissolves with blue colour in strong potash-ley. 

With metallic oxides it forms lakes of a fine purple-red colour. 

Erythvolitmin with Lead-oxide. — Erythrolitmin is boiled with 
aleohol, basie acetate of lead added, the liquid boiled for a while, and the 
dark red precipitate washed and dried at 100°. 


Kane 

DEO ecco 223°6 AAU SS sod ds 44°43 
96 Cu mean ee 156°0 ey he ee 30°80 
2a Bone 22-0 44g 0 ee 4°78 
US 4S 2 ee eee 96:0 O30 ene 19°99 


C*H2O 2PbO.;.. 497°6 —..:. 100-00 ..:..... 100-00 


Erythrolitmin dissolves abundantly in alcohol, and a solution saturated 
at the boiling heat deposits part of it in the crystalline form on cooling. 
It dissolves very sparingly in ether. 


ORSELLIC ACID. gel 


Conjugated Compounds of Orcin. 


Orsellic Acid. 
C*HE8O§ = CMHS042C0?. 


SrennousE. Phil. Trans. 1848, 66; Ann. Pharm. 68, 61, 68.~- Phil. 
Mag. 32, 300; J. pr. Chem. 45, 180; Pharm. Centr. 1848, 316. ~ 


Alpha-orsellinséure, Beta-orsellinstiure, Alpha-orsellesic acid, Beta-orsellesic 
acid, Acide orsellique. 


Formation. Produced from lecanorie acid by boiling with water, 
alcohol, or alkalis: 


C2 ANNO ete 29HO rae 2C16H808 ; 


from erythric acid, simultaneously with picroerythrin, when the baryta 
or lime salt of that acid is boiled with water: 


C49 H 22020 + 2HO = C24H 16O- tb C!6H®O8 ;sx 


from evernic acid, simultaneously with everninic acid, by boiling with 
baryta-water: 


C#HUOM = CIHWOS + CIEHSOS; 


from f-orsellic acid, simultaneously with roccellin, by boiling with water 
or alcohol: 


C#H5O™ = C6HSOS + CISH7O/, 


In these reactions, the orsellic acid is often resolved into orcin and carbonic acid. 


Preparation. When recently precipitated gelatinous lecanoric acid 
is exactly neutralised with baryta or lime water, and boiled till the whole 
is clearly dissolved, the lecanoric acid is found to be completely converted 
into orsellic acid ; if the barytaof lime is not in excess, no separation of carbonate 
takes place. The cooled solution is decomposed by hydrochloric acid; and 
the resulting gelatinous precipitate is washed with water, dried, and crys- 
tallised from weak alcohol.—In like manner, orsellic acid may be obtained 
from erythric, evernic or beta-orsellic acid. 


Properties. Crystallises from water or alcohol in long, white needles 
arranged in stellate groups. ‘Tastes slightly sour and bitter. Reddens 


litmus distinctly. 


Stenhouse. 
Le Cle a BY a ye ee 57°95 
ie» eee As ee 8 foe te. 5°17 
ie: Oy Slee ee 64 85°00" Srs 36°88 
CeECOe 7. .....d: 168 100°00 100°00 


iy? 


aye PRIMARY NUCLEUS C¥H: OXYGEN-NUCLEUS C'HO°. 


Decompositions. 1. Boiled with water, it gives off carbonic acid, and 1s 
quickly converted into orcin, which is deposited from the concentrated 
solution in colourless crystals: 


C6H808 = CHHSO! + 2CO°. 


2. Baryta or lime-water in excess acts In a similar manner, with sepa- 
ration of carbonate; the orcin thus obtained is contaminated with a 
reddish colouring matter difficult to separate. — 3. Chloride of lime 
imparts to it a transient blue colour.—4, The ammoniacal solution yields 
on exposure to the air, a colouring matter resembling orcein. 


Combinations. Orsellic acid dissolves in hot water more readily than 
lecanoric acid (p. 377). 


Orsellate of Baryla. — The warm alcoholic solution of the acid is 
carefully mixed with small quantities of baryta-crystals, the acid being 
left slightly in excess, and the solution not neutralised completely till it 
has been evaporated. The syrup thus obtained erystallises on cooling in 
thin prisms, which dissolve very readily in water and weak alcohol; so 
that to obtain crystals, the aqueous solution must be evaporated in 
vacuo toasyrup: from weak alcohol, long four-sided prisms are obtained, 
which give off between 7 and 11 per cent. of water in vacuo, according 
to the strength of the alcohol. The salt decomposes at 100°, 
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The acid dissolves very readily in alcohol whether hot or cold. 


Orsellate of Methyl. 
C#H"08 = 0?H°0,0"H"0". 


C. Scouncek. (1845.) Ann. Pharm, 54,268; Pharm, Centr. 1845, 727. 
StennousE. Ann. Pharm. 68,75. 
Strecker. Ann. Pharm. 68, 111. 


Lecanorate of Methyl, Erythrate of Methyl. 


Preparation. Lecanoric or erythric acid is boiled for several hours 
with strong wood-spirit; the liquid evaporated to dryness, and the residue 
boiled with water; the filtrate on cooling becomes filled with needles 
having a silky lustre. 


Properties. Crystallises from wood-spirit in shining erystals, from 
water in silky needles. (Schunck.) The crystals are generally flat- 
pointed or united in laminz. (Stenhouse.) Volatile without decom- 
position. 


ORSELLATE OF ETHYL. 373 


Schunck, Stenhouse, 
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The compound dissolves in alkalis and is precipitated from the 
solution in the form of a crystalline mass. 

When the alkaline solution is boiled, wood-spirit is given off and a 
carbonate of the alkali is produced. (Schunck.) Exhibits with reagents 
the same characters as orsellate of ethyl. (Schunck, Stenhouse.) 

It dissolves in water more readily than orsellate of ethyl; the excess 
of the orsellate of methyl melts in boiling water, forming oily drops. 
(Schunck.) 


Orsellate of Ethyl. 
(29H 2208 —_ C*HO,CY’ HO", 


HEEREN, (18380.) Schw. 59, 341. 

Liesie. Pogg. 21, 82. 

Kang. Phil. Trans. 1840, 287, 279; N. Ann. Chim. Phys. 2, 514; 
Ann. Pharm. 39, 82, 76; Pharm. Centr. 1841, 563. 

Scuunck. Ann. Pharm. 41, 160; 54, 265.—Phil. Mag. J. 29. 261; 
Ann. Pharm. 61, 72; J. pr. Chem. 38, 456; Pharm. Centr. 1845, 725, 

RocnLeDER & Hetptr. Ann. Pharm. 48, 5. 

STENHOUSE. Ann. Pharm. 68, 74. 

StRECKER. Ann. Pharm. 68, 111. 


Pseuderythrin (Heeren), Erythrin (Kane), Lecanoric ether (Rochleder & Heldt), 
Erythvic ether (Schunck, Stenhouse), Orsellinvinester. 


Formation. By boiling orsellic, lecanoric, erythric or B-orsellic acid 
witlr alcohol. By treating an alcoholic solution of lecanoric acid with hydrochloric 
or sulphuric acid. (Rochleder & Heldt.) 


Preparation. 1, a. Roccella tinctoria is repeatedly boiled with alcohol; 
the filtered extract is mixed with twice its volume of cold water, whereby 
a mixture of roccellin and chlorophyll is precipitated; the liquid is then 
heated to the boiling point; powdered chalk is added till the precipitate 
aggregates in white flakes easy to separate by filtration; and the hquid 
is filtered as quickly as possible. The filtrate does not become turbid on 
cooling; neither does it deposit any spongy sediment till after some days. 
If the liquid decanted therefrom, and the residue containing the sediment, 
be heated to the boiling point and quickly filtered, the liquid, on cooling, 
first becomes turbid, and afterwards depositscrystalline lamine of orsellate 
of ethyl, the turbidity then disappearing. ‘The crystals are purified by 
recrystallisation from alcohol, with addition of animal charcoal. (Heeren.) 
—. The finely chopped lichens are repeatedly exhaustedwith alcohol at a 
temperature just below its boiling point, the mixture being each time 
heated in a retort for several hours. The united liquids are then distilled 
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to dryness over the water-bath; the yellowish residue is boiled for a few 
minutes with water, the hot liquid filtered as quickly as possible, and the 
residue boileda few times more with water.—The aqueous solution, on cool- 
ing, deposits orsellate of ethyl in laminte resembling boracic acid, which, 
if the liquid has been boiled and filtered quickly, often cause it to solidify 
completely; the brown mother-liquor evaporated over the water-bath 
yields amarythrin in the form of a semi-fluid extract. (Kane.) —e. The 
powder of various kinds of Lecanora or Variolaria is boiled with alcohol, 
the liquid evaporated to dryness, and the residue exhausted with boiling 
water, which on cooling deposits shining lamin or needles. (Schunck.) 
— 2. Lecanoric acid, e. g., the crude acid precipitated by hydrochloric 
acid and dried, is boiled for 6 or 8 hours with strong alcohol; the solution 
evaporated over the water-bath till nearly all the alcohol is expelled ; 
the residue boiled with water; and the liquid filtered. On cooling it 
deposits crystals, which are coloured yellow by an adhering resin, but 
may be decolorised by repeated solution and boiling with animal char- 
coal, (Schunck, Stenhouse.) Schunck evaporates the alcoholic liquid to 
complete dryness ; Stenhouse, on the other hand, finds that the evapora- 
tion causes decomposition of the ether, a resinous substance being formed. 
In the mother-liquor, Schunck found a large quantity of orcin; for 
purification, he boils the coloured crystals with a quantity of water not 
sufficient to dissolve them ; the undissolved portion then melts into oily 
drops which retain the impurity. — 3. Erythric or f-orsellic acid is 
boiled with alcohol, the process being conducted as in 2. (Stenhouse.) 
The alcoholic solution of erythric acid is boiled for some time and water 
added; orsellate of ethyl then separates gradually in needles. — 4. Hydro- 
chloric acid gas is passed to saturation into an alcoholic solution of 
lecanoric acid saturated at the boiling heat; the liquid heated in the 
water-bath till the greater part of the hydrochloric acid is expelled; and 
the residue washed with water, which precipitates a black-green resinous 
substance. ‘This ‘precipitate is boiled with water as long as any thing 
dissolves, and the liquid is filtered at the boiling heat. The filtrate 
deposits yellowish crystals which must be recrystallised from alcohol. 


(Rochleder & Heldt.) 


Properties. Snow-white, very thin laminw or long needles. (Heeren.) 
Flat needle-shaped or laminar crystals. (Stenhouse.) Lamin or needles. 
The ether prepared by (2) crystallised in prisms when its alcoholic solution was left to 
evaporate. (Schunck.) Shining crystalline lamine. (Rochleder & Heldt.) — 
Melts at a temperature alittle above 120°, forming a colourless oil which on 
cooling forms a laminar crystalline mass. (Heeren.) Meltsat 104°. (Kane.) 
When boiled witha quantity of water not sufficient to dissolve it, it melts 
into a heavy oil which solidifies in the crystalline form on cooling. 
(Heeren, Schunck.) The ether (prepared by 2,) melts when heated in a 
glass tube, and distils almost completely in the form of a liquid which 
soon crystallises. (Schunck.) It is tasteless at first, but produces a burn- 
ing sensation on the tongue when chewed for some time. Its solutions 
are neutral. (Schunck, preparation 2,) 


Liebig. Kane. 
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Schunck. Stenhouse. Rochleder 

a. b. C. a. Uae Oz, Heldat: 
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Liebig & Kane analysed the ether prepared by (1); Schunck’s analysis a was made 
with the product obtained by (1); 8 with that prepared (2); ¢ with the product obtained 
from erythric acid. Stenhouse’s analysis @ was made with the product obtained by 2; 
6 with that from @-orsellic acid; Rochleder & Heldt analysed the ether prepared by 4. 


Decompositions. Orsellic ether heated on platinum-foil melts into 
an oil, and gives off tit suffocating vapours. — 2. It dissolves in warm 
nitric acid, ‘and the liquid, if strongly heated, gives off yellowish red 
vapours , and is afterwards found to contain oxalicacid. (Schunck.) — The 
ether dissolves in fuming nitric acid, forming a dark blood-red liquid from 
which it is precipitated by water in its original state. (Marx, Schw. 
60, 127.) —3. It dissolves in oil of vitriol, and the solntion when heated, 
assumes a dark brown colour, gives off sulphurous acid, aud deposits 
brown flakes on being mixed with water. The cold alkaline solution 
becomes brown when exposed to the air. (Heeren, Kane, Schunck.) 
When the ether is heated with alkalis or baryta-water, alcohol distils 
over, and the residue contains orcin and carbonic acid. (Schunck.) The 
ammoniacal solution becomes red by absorption of oxygen. (Heeren, 
Kane, Schunck.) —6. The aqueous or alkaline solution instantly reduces 
a solution of gold but a silver-solution is not reduced by it till boiled with 
ammonia, a metallic speculum being then formed and the solution turn- 


ing red. (Schunck.) 


Combinations. Orsellic ether dissolves very sparingly in cold, 
abundantly in hot water, crystallising in shining laminz as it cools. 

It dissulves in cold caustic alkalis and their carbonates, in baryta- 
water and in lime-water, and is precipitated without alteration by acids. 
It dissolves in ammonia without decomposition, if kept from contact with 
the air, and crystallises in slender needles when evaporated. 

A solution of orsellic ether in the smallest possible quantity of 
ammonia forms with nitrate or acetate of lead an abundant white pre- 
cipitate (Kane); it precipitates basic acetate of lead, but not the neutral 
acetate of lead. 


Kane. 
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The ammoniacal solution of the ether precipitates nitrate of silver. 
(Compare decomposition 2.) 


Orsellic ether dissolves very readily in alcohol and ether, but not in 
acetic acid. 
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Appendix to Orsellate of Ethyl, 


Amarythrin, C*H™O™. | 
Kane. Phil. Trans. 1840, 282; NV. Ann. Chim. Phys. 


Produced when a solution of orsellic ether in boiling water is exposed 
to the air for a considerable time, 


Preparation (p. 374). 


Properties. Brown semifluid extract, which does not give off all its 
water till raised to a temperature at which it begins to decompose. Has 
a peculiar sweet and bitter taste. Smells like caramel. 

Tn contact with the air, it is quickly converted into telerythrin. 

It dissolves readily in water, forming a brown solution, which yields, 
with heavy metallic salts, red-brown precipitates of constant com- 
position. 

The lead-compound, which is obtained (a) by precipitating the 
aqueous solution with nitrate of lead, and the precipitate (>) produced 
on neutralising the liquid filtered from a, have the same composition. 
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Amarythrin dissolves sparingly in alcohol, but is insoluble in ether. 


Telerythrin. C”H"0”. ? 


Kane. Phil. Trans. 1840, 288; MN. Ann. Chim. Phys. 2, 19; Ann. 
Pharm. 39, 36; Pharm. Centr. 1841, 564. 


A concentrated aqueous solution of amarythrin exposed to the air 
for several months, changes into a brownish crystallo-granular mass, 
which, when freed from adhering amarythrin by hot alcohol, becomes 
nearly white. Has a sweetish bitter taste. Neutral. After drying in 
the air, it does not give off any water when heated. 
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The ammoniacal solution changes on exposure to the air less quickly 
than that of erythric acid, but ultimately assumes a dark wine-red 
colour. 

Telerythrin dissolves very readily in water. The solution forms 
nearly white precipitates with the salts of the heavy metals. The preci- 
pitate formed with basic acetate of lead, has, after drying at 100°, the 
composition C¥H°O#,5 PbO. 

It dissolves sparingly in alcohol, but is insoluble in ether. 


Lecanoric Acid. 
CP H¥UO! — GeEIOs CMH {Ol 


Scuunck. (1842.) Phil. Mag. J. 20, 495; Ann. Pharm. 41, 157; 
Pharm. Centr. 1842, 189. — Ann. Pharm. 54, 261; Pharm. Centr. 
1845, 721.—Ann. Pharm. 61, 72.—Phil. Mag. J. 338, 257. 

RocuLeDER & Hetpt. dnn. Pharm. 48, 2.—Pharm. Centr. 1844, 49. 

StenHousE. Phil, Trans. 1848, 64; dun. Pharm. 68, 59; Pharm. Centr. 
1848, 316, 

STRECKER. Ann. Pharn. 68,112; Pharm. Centr, 1849, 119. 

GERHARDT. Compt. chim. 1849, 128. 


Alpha-orsellic acid, Lecanorin, 
Sources. In various lichens of the genera Lecanora, Variolaria, ée. 


Preparation. 1, The finely divided plants are exhausted with ether 
in a displacement apparatus; the ether distilled off; and the greyish 
yellow residue washed in a large funnel with cold ether, as long as the 
ether is coloured by it, then boiled with water to remove the orsellate 
of ethyl which has been formed, and recrystallised from warm alcohol.— 
If the acid thus obtained is contaminated with parellic acid, the mixture 
must be treated with baryta-water, the dissolved lecanorate of baryta 
filtered from the insoluble parellate, and the solution decomposed with 
hydrochloric acid. (Schunck.) — 2. Hverna Prunastriis covered with a 
mixtare of ammonia and hydrated alcohol in a vessel which can be closed; 
and the liquid after a few minutes is strained through a cloth, washed 
with 4 its bulk of water and neutralised with acetic acid. The acid is 
then precipitated in green flakes, which are washed with cold water by 
decantation, dried at 100°, and crystallised from a small quantity of 
boiling alcohol. The precipitate is sometimes contaminated with a body insoluble in 
ether, to remove which, it must be digested in ether and the ether distilled from the 
filtrate. (Rochleder & Heldt.) — 3. Chopped occella tinctoria is 
macerated for a few hours with a considerable quantity of water; an 
excess of slaked lime added; the whole well stirred round, and left to 
settle; and the clear pale yellow liquid decanted and filtered. The 
residue is mixed with half its weight of water, the liquid expressed after 
a quarter of an hour, and both extracts supersaturated with hydrochloric 
acid; and the white gelatinous precipitate is washed by decantation, 
collected on linen, immediately dried on a plate of gypsum, and dissolved 
in warm (not boiling) alcohol, whence the acid crystallises on cooling. 


* =: 2C'SH808 — 2HO. 
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If the first crystallisation is not quite colourless, it must be redissolved 
and digested with animal charcoal. — Lecanorice acid cannot be advan- 
tageously prepared by boiling with water, inasmuch as a large portion 
of it is thereby decomposed, and the resulting acid, even after repeated 
crystallisation from alcohol, is not quite free from a resinous and a fatty 
substance, from which it can be freed only by treatment with lime or 
baryta-water. (Stenhouse.) 


Properties. White needles united in radiating groups. Inodorous 
and tasteless. Reddens litmus. 


Rochleder 
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According to Schunck, it is C’*%H8O!8; according to Stenhouse, C?H1O4; 
Gerhardt gave the formula C**H“O", which explains the conversion into orsellic acid. 


Decompositions. 1. By dry distillation the acid yields a viscid distil- 
late which soon solidifies into a radiating mass of orcin and leaves a 
small quantity of charcoal. (Schunck, Rochleder & Heldt, Stenhouse.) 
Heated on platinum-foil, it burns with a yellow flame without leaving 
any residue. (Stenhouse.)— 2. Boiled with water it yields orsellic 
acid, which by continued boiling is converted into orcin. (Schunck, 
Rochleder & Heldt, Strecker) : 


CeH4OM + 2HO = 2CHSO% 


The acid boiled with alcohol yields orsellate of ethyl. —38. By continued 
boiling with potash, ammonia, baryta or lime-water, it yields orcin and 
a carbonate of the alkali (Schunck, Rochleder & Heldt); it yields in the 
first instance orsellic acid, which, by further decomposition, is resolved 
into carbonic acid and orcin. (Stenhouse, Strecker.) — 4. When moistened 
with dilute sulphuric acid and left im a warm place, it is completely 
converted into orcin. (Schunck.)—5. When boiled with nitric acid, 
it emits red fumes and the resulting syrup contains a large quantity of 
oxalic acid. (Schunck, Rochleder & Heldt. )—6. With chloride of lime, 
it immediately assumes a deep red colour, which however quickly 
changes to brown and yellow, and completely disappears, if the chloride 
of lime has been added in excess.  [n this reaction, a dark green substance is 
also formed by oxidation of the lecanoric acid.—The colouring is produced, even when 
a dilute solution of chloride of lime is poured into an alcoholic or alkaline extract of 
the lichens. — 7, The solution of lecanoric acid in caustic ammonia 
assumes on exposure to the aira splendid red colour, ultimately changing 
to purple-red. (Schunck, Rochleder & Heldt, Stenhouse.) — 8. The am- 
moniacal solution forms with nitrate of silver a white precipitate which 
is reduced when heated, with formation of a metallic speculum. The solu- 
tion of the acid in potash reduces terchloride of gold with the aid of heat. 


(Schunck.) 


Combinations. Lecanoric acid dissolves in 2500 pts. of boiling 
water and separates in erystals on cooling. The gelatinous acid 
separated from the salts contains 1 At. water intimately combined, 
which escapes after several hours heating to 110°. (Schunck.) 
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_ Itneutralises alkalis and forms with them soluble crystallisable salts; 
it expels carbonic acid from alkaline carbonates. (Schunck, Stenhouse.) 


Lecanorate of Baryta. — When the acid is dissolved in a very slight 
excess of baryta-water, carbonic acid passed through the liquid, the 
solution filtered, and the precipitate, consisting of carbonate and lecano- 
rate of baryta, exhausted with hot alcohol, the solution on cooling deposits 
shining slender needles united in stars. (Stenhouse.) In the solution 
of the acid in baryta-water, alcohol produces a yellow jelly which is not 
decomposed by boiling with the alcoholic liquid, and afterwards dissolves 
completely in water. (Schunck.) 


Crystallised. Stenhouse. 
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The acid acts with lime-water in the same manner as with baryta- 
water. (Schunck.) The ammoniacal solution forms with chloride of 
calcium a gelatinous precipitate sparingly soluble in water and in 
alcohol. 


Lecanorate of Lead. — When solutions of lecanoric acid and neutral 
acetate of lead are mixed at the boiling heat, a white precipitate is 
formed which is somewhat soluble in aleohol, and after washing with 
alcohol, contains 37°7 p. c. carbon and 2°75 p. c. hydrogen. (Rochleder 
& Heldt.) [It appears tu contain orsellate of lead. (Gerhardt, Tr. 3, 800.)] An 
alcoholic solution of lecanoric acid does not precipitate neutral acetate 
of lead. (Scbhunck.) It precipitates the basic acetate of lead but not 
the neutral acetate. (Stenhouse.) 

An alcoholic solution of lecanoric acid is coloured dark purple red 
by a drop of ferric hydrochlorate; water added to the lquid throws 
down a lght purple precipitate. Ferrous salts mixed with a large 
quantity of lecanoric acid are not precipitated by ammonia in the cold; 
but on boiling the dark yellow liquid, a brown precipitate of ferric 
lecanorate is produced. (Schunck.) 

The alcoholic solution of the acid added to an alcoholic solution of 
cuprie acetate, produces after a while a light apple-green precipitate. It 
does not precipitate mercuric chloride, nitrate of silver or chloride of gold. 
(Schunck.) With ammonio-nitrate of silver, it forms a precipitate 
which soon decomposes. (Stenhouse.) 

Lecanoric acid dissolves in boiling acetic acid more readily than 
in boiling water, and crystallises in sleuder needles on cooling. 

It dissolves in 150 pts. of 80 per cent. alcohol at 15°5°, and in 45 pts. 
of boiling alcohol, forming orsellate of ethyl]; it dissolves in 80 pts. of 
ether at 15:5. (Schunck.) 
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Picroerythrin. 
CAMO — OG ee 


HEEREN. (1880.) Schw. 59, 325. 

Scuuncx. Phil. Mag. J. 29, 261; J. pr. Chem. 88, 449; Ann. Pharm. 
61, 75.—Phil. Mag. J. 38, 258. 

Srennouse. Phil. Trans. 1848, 75.— Ann. Pharm. 68, 76. 

STRECKER. Ann. Pharm. 68, 110. 

Laurent. Compt. rend. 21, 355, 


Erypicrin.—Prepared by tleeren in the impure state as Erythrin-bitter. 


Formation. By boiling erythrie acid with water: 
CYHZ Oa 2HO0 = CFH*OY +. CUO? 


Heeren considers the presence of alkalis to be necessary. 


Preparation. 1. When erythrie acid is treated for a short time 
with boiling water, and the liquid evaporated, a brown, glutinous, bitter- 
sweet mass is obtained, which gradually becomes crystalline, and after 
washing with water, yields pure white picroerythrin. (Schunck.) — 
2. Erythric acid is neutralised with baryta-water or lime-water, the 
liquid boiled for some time, and the resulting orsellic acid separated by 
hydrochloric acid; the mother-liquor, after being considerably concen- 
trated by evaporation, yields in the cold, after a few days, yellowish 
crystals of picroerythrin, which are washed with cold water, and recrys- 
tallised from hot water. (Stenhouse.)— 3. The light brown mother- 
liquor obtained in the preparation of erythrie acid (p. 882, 2) yields 
when evaporated, a gummy residue having a bitter-sweet taste. On 
treating this residue with cold water, a light brown crystalline mass is 
left, which 1s to be washed with cold and dissolved in boiling water con- 
taining a little animal charcoal; the solution, filtered from the charcoal, 
yields after evaporation, yellowish crystalline picroerythrin, which 
becomes white when washed with cold water. (Schunck.) 


Properives. Long colourless needles arranged in stellate groups (Sten- 


house); white crystalline mass (Schunck). Has a peculiar sweet and 
strongly bitter taste. (Schunck.) Reddens litmus slightly. (Schunck.) 


Schunck. Stenbouse. 
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According to Gerhardt, it is C*°H*°O', which requires 54°8 p.c. carbon 
(Traité, 3, 794). 


Decompositions. 1. The compound melts when heated in a glass tube 
and yields a sublimate of orcin. Jt burns with a bright flame and with- 


* — Cl6H8I08 + C8HMOS — 2HO. 
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out residue. (Schunck.) —2. Picroerythrin is not altered by boiling 
with water (Schunck); only a very small quantity of orcin (and perhaps 
also of erythroglucin, was formed after 36 hours’,boiliag. (Stenhouse.) — 
3. Boiled with excess of alkali, baryta or lime, it yields orcin, eryth- 
roglucin and carbonic acid. (Stenhouse, Sehunck, Phil. dfag. J. 
33, 253); 


C™HMON + 2HO = CHHSO! + C8H!08 + 2002, 


4. The ammoniacal solution quickly turns red on exposure to the air. 
(Heeren, Kane, Schunck,’ Stenhouse.) — 5. With chloride of lime it 
produces a blood-red colour, which quickly changes to brown and 
yellow. (Stenhouse.)—6. Boiled with nitric acid, it is decomposed, 
with formation of nitrous acid. — 7. It dissolves in oil of vitriol, and the 
solution gives off sulphurous acid when heated. (Schunck.) —8. Nitrate 
of silver is not precipitated by the aqueous solution, and on boiling the 
liquid, the glass becomes covered with a silver speculum. Solution of 
gold boiled with picroerythrin, is decomposed, the gold being separated 
in metallic scales, or, if potash be added, in the form of a black powder. 
(Schunck. ) 


Combinations. 1. Picroerythrin dissolves sparingly in cold, readily 
in hot water. 

The alcoholic solution imparts a deep purple-red colour to ferric 
salts; but the colour is destroyed by ammonia which completely preci- 


pitates the ferric oxide. | 
With aqueous picroerythrin and neutral acetate of lead, Schunck obtained no 
precipitate; but the basic acetate yielded a precipitate containing 68°94 p.c. oxide of 
lead. Stenhouse could not in any way obtain a lead-compound of constant 
composition. 
Picroerythrin dissolves in alcohol and in ether. It does not yield any 
compound ether by boiling with alcohol. (Schunck.) 


Erythric Acid. C”H*0”.* 


Fr, Negs v. Esenpecx. (1829.) Br. Arch. 16, 135. 

HeEEREN, Schw. 59, 313. 

Kane. Phil. Trans. 1840, 277; N. Ann. Chim. Phys. 2, 11; Ann, 
Pharm. 39, 31. 

Scuuncx. Phil. Mag. J. 29, 261; J. pr. Chem. 38, 449; Ann, Pharm, 
61, 64. 

Srennouse. Phil. Trans. 1840, 72; Ann. Pharm, 68, 72. 

StrecKER. Ann. Pharm. 68, 111. 


First obtained by N. v. HEsenbeck, as a “remarkable resin” from 
Lecanora tartarea; by Heeren (1830) in a state of greater purity and 
described as Hrythrin; analysed in the impure state by Kane as ery- 
thrilin. ; 

Occurs in greatest abundance in Roccella Montagnei (regarded by 
Schunck as &. tinctoria, var. fuciformis), (Stenhouse.) 


# = 2CHS8O® + CHWOs ~ 4HO. 
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Preparation. From Roccella Montagnei. 1. The lichen is treated 
with milk of lime, and the process conducted as in the preparation of 
lecanoric acid (p. 875). The quantity of crude acid obtained amounts to 
12°1 per cent of the lichen used. (Stenhouse.) 2. The chopped lichen is 
boiled for some time with water in a capacious vessel, and the yellow 
liquid strained through a cloth; on cooling, it deposits white flakes and 
crystals, which are washed with cold and dissolved in hot water. The 
solution separated by filtration from the scanty black or brown residue 
deposits on cooling white crystals of erythric acid. (1 1b. of lichen yields 
60 grms. of erythrie acid.) (Schunck.) — 8. The lichen is digested for 
some time with aleohol (if the digestion be too long continued, or if the liquid be 
boiled, the erythric acid is decomposed and orsellic ether is formed); the liquid is 
filtered; and the filtrate treated as in the first mode of preparation of 
orsellic ether (p. 373). The filtered liquid obtained after addition of 
chalk deposits the erythric acid on cooling, in the form of a fine powder, 
which is purified by dissolving it in slightly warmed alcohol, and leaving 
it for some hours in contact with animal charcoal, the whole being fre- 
quently shaken; on subsequently mixing the solution with 1} times 
its volume of cold water, the erythric azid soparates out. (Heeren.) 
— 4, The lichen is immersed in a small quantity of cold strong ammonia, 
and kneaded with it for some time; the turbid reddish solution thus 
obtained is diluted with water; chloride of barium previously mixed 
with ammonia is added to precipitate roccellic acid; the solution filtered 
throngh good filtering paper; and the filtrate decomposed with hydro- 
chloric acid, added in sufficient quantity to produce a slight acid reaction. 
The sudden separation of the erythric acid converts the liquid into a 
yellowish jelly, but the acid redissolyes when the liquid is heated, and 
separates in the pulverulent form on cooling. Purification as in the 
second method. (Heeren.) 

From Lecanora tartarea, the erythric acid is less easily separated by 
ammonia. The lichen is digested with alcohol; the alcoholic tincture 
mixed with water; and the precipitate treated with ether, which dissolves 
chlorophyll and roccellic acid and leaves impure erythric acid. (Heeren.) 


Properties. Colourless, short, slender needles, or powder composed of 
microscopic spherules. (Heeren.) From the boiling alcoholic solution, 
it separates in stellate groups on cooling. (Schunck.) Water precipitates 
it from the alcoholic solution in the form of a jelly. Inodorous and 
tasteless. (Stenhouse.) Ata temperature somewhat above 100°, it melts 
into a transparent gummy mass which becomes hard and brittle on cool- 
ing. (Heeren, Kane.) 

It reddens litmus (Schunck); it does not. (Stenhouse.) 


Stenhouse. 
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Schunck assumes the formula C*#H'¥O!; Strecker doubles Stenhouse’s formula 
C°H2010, in order to explain the decomposition by water. Gerhardt adopts the 
formula C®°H!6O!®, which does not explain the decomposition so well. 


Decompositions. 1. The acid heated in a glass tube froths up, yields 
an oily sublimate of orcin and ultimately become carbonised, (Heeren, 
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Schunck.) — 2. In contact with the air, it burns without residue and 
with a bright sooty flame. (Heeren, Schunck.) — 3. It dissolves in nitric 
acid, with evolution of nitrous vapours, and forms a yellow liquid, which 
assumes an orange-colour on addition of ammonia. (Heeren.) — 4. It is 
dissolved by oil of vitriol without charring, but is not precipitated by 
water in its original state, inasmuch as the precipitate forms a brown-red 
pigment with ammonia on exposure to the air. (Heeren.) — 5. With 
chloride of lime it assumes a deep red colour, quickly changing to brown 
and yellow. (Stenhouse.) — 6. When boiled with water, it ferms picro- 
erythrin. (Schunck.) —7. On boiling the solution neutralised with 
baryta or lime, the acid is resolved into orsellic acid and picroerythrin: 


C#H?0% + 2HO = C#H'OM + CHHEOS. 


According to Stenhouse, the products of this decomposition are picroerythrin and 
erythrin, which crystallise in micaceous lamine, and erythrilic acid which has a strongly 
bitter taste; this latter substance was resolved by boiling with water, into carbonic acid 
and orcin and probably consisted of impure orsellic acid (compare Strecker.) [The 
evolution of carbonic acid which, according to Stenhouse, accompanies the formation of 
picroerythrin from erythric acid, is explained according to Gerhardt’s formula, by the 
equation: C?H!6O!6 + 4HO = 2C07+ C’ HHS (Gerhardt’s picroerythrin) ; as how- 
ever the decomposition of erythric acid likewise produces orsellic acid, which when 
boiled with water, is immediately resolved into carbonic acid and orcin, the carbonic 
acid appears rather to be the result of a secondary decomposition. LL. ] Krythric 
acid boiled with excess of lime or baryta, yields the products of decom- 
position of picroerythrin. (Schunck, Stenhouse.) — 8. In contact with 
caustic ammonia, or more slowly with carbonate of ammonia, and exposed 
to the air, it gradually assumes a dark wine-red colour (Heeren); purple- 
red (Schunck). Heeren’s erythrin thus treated+ yields, in addition to 
lichen-red, which dissolves with violet colour in alkalis, a brownish- 
yellow substance, and a pigment which does not turn violet in contact 
with potash, but yields lichen-red when heated. —9. Krythric acid boiled 
with wood-spirit or alcohol yields orsellate of methyl or orsellate of 
ethyl. (Stenhouse, Strecker.) —10. The alcoholic solution eee with 
sesquichloride of iron, a purple- red mixture, which is turned yellow by 

ammonia, but without precipitation of ferric oxide in the cold. Gold- 
ition is not reduced by it, even at the boiling heat. 


Combinations. 1, Erythric acid dissolves in 240 pts. of boiling 
water, and separates for the most part on cooling in flakes or as a 
crystalline powder. (Schanck.) It dissolves in 170 pts. of boiling water, 
and separates as soon as the temperature sinks a little. It is insoluble 
in strong boiling hydrochloric acid, but dissolves with tolerable facility in 
hoiling acetic acid, and easily, without alteration, in cold solutions of 
caustic and carbonated alkalis, forming a colourless liquid. (Heeren. ) 

The alcoholic solution of erythric acid forms with an alcoholic solution 
of neutral acetate of lead a white precipitate of variable constitution. 
(Stenhouse.) — Schunck found in it 59°14 per cent of PbO, 27,33 C and 2°15 H. — 
‘The alcoholic solution of the acid js not precipitated by neutral acetate of lead. 
(Schunck.) 

The alcoholic solution does not precipitate nitrate of silver, but on 
addition of ammonia, a white precipitate is formed, which turns black 
on boiling, and deposits a specular coating on the class. (Schunck. 

The acid dissolves in alcohol, especially when heated and in ether. 
(Schunck.) 


Erythrin dissolves in 2°29 pts. of boiling alcohol of sp. gr, 0°81 in 32°5 pts, at 12°, 
but is insoluble in ether (Heeren), 
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Appendix to Erythric Acid, 


Erythrilin. 


Kane, Phil. Trans. 1840, 277; N. Ann. Chim. Phys. 2, 11; Ann. 
Pharm, 39, 81; Pharm. Centr. 1848, 562. 


Preparation. The residue insoluble in water of the alcoholic extract 
of Roccella tinctoria (p. 378), is almost completely dissolved by digestion 
with potash-ley at 36°; and the filtered solution slightly supersaturated 
with hydrochloric acid yields a copious greenish yellow precipitate, which 
must be completely freed from acid by washing with water, then dis- 
solved in slightly ammoniacal water, and the solution decomposed with 
chloride of barium and filtered. The greenish yellow filtrate supersa- 
turated with hydrochloric acid, deposits erythrilin; the small precipi- 
tate formed with chloride of barium, yields, when treated with hydro- 
chloric acid, voccellin, C8H707. 


Properties. When recently prepared, it is pale yellow, generally 
however with a greenish tinge arising from the presence of chiorophyll. 
Melts somewhat above 100°. Does not appear to be acid. 


Kane 
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| Probably nothing but impure erythric acid. | 


Decomposes a little above 100°, not any portion volatilising unde- 
composed. 

By boiling with water, it is converted into picroerythrin. 

It is insoluble in water. 

Tt dissolves readily in alkaline liquids, but without neutralising them, 
and is precipitated from the solution by acids. 

Tt combines, by double decomposition, with metallic oxides, forming 
compounds which, for the most part, have a green colour. 

Its solution in the smallest possible quantity of ammonia forms, with 
nitrate of lead, a pale green pulverulent precipitate, which when washed 
and dried at 100°, is C?H'*0*°,2PbO. 

Krythrilin dissolyes in alcohol and in ether, 
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Addendum to Erythric Acid. 


Erythroglucin. C*H”0O*. 


Stennoust. Phil. Trans. 1848, 76; 1849, 399; Ann. Pharm. 68, 78; 
70, 225. 

STRECKER. Ann. Pharm. 68, 111. 

NOHUNCK. Phil. Mag. J.7, 33, 254. 

Lamy. JV. Ann. Chim. Phys. 35,188; abstr. V. J. Pharm. 22, 48; 
Ann. Pharm. 84, 369; J. pr. Chem. 57, 213; Pharm, Cenir. 
1853, 302.— Further: WV. Ann. Chim. Phys. 51, 232. 

R. Waener. J. pr. Chem. 61, 125. 


Pseudoorein, Eryglucin, Erythromannite, Phycite. 
Source. In Protococeus vulgaris. 


Formation. By boiling erythric acid or picroerythrin with excess 0: 
baryta or lime (p. 382). 


Preparation. 1. Theextract of Lecanora Montagnet (p. 382) obtained 
with milk of lime, is boiled down in an open pan to about one-third or 
one-fourth; carbonic acid passed into the cooled liquid as long as a preci- 
pitate continues to form; and the solution, after filtration, evaporated to 
a syrup over the water-bath. This syrup consists chiefly of orcin and 
erythroglucin, mixed with a rather large quantity of red colouring matter 
and a resinous substance. The orcin and the greater part of the colouring 
matter are extracted by cold ether; or the syrup is mixed with three 
times its volume of strong alcohol, from which, after a while, the eryth- 
roglucin separates in small crystals. These are collected on a cloth 
filter, pressed, washed with cold strong alcohol, which dissolves the orcin 
and the greater part of the colouring matter, and recrystallised two or 
three times from hot alcohol. — 2. Protococcus vulgaris is boiled for some 
hours with water, and the filtered and decolorised solution is evaporated 
to a syrup, precipitated with alcohol or basic acetate of lead, and the 
filtrate left to crystallise. — Or, 1 lb. of Protococcus vulgaris is digested 
at a temperature between 50° and 100°, with 2 lbs. of alcohol of 85°; 
the liquid decanted; the green residue strongly pressed out; the liquid 
again filtered; and the alcohol distilled to one-half. The mother-liquor 
of the phycic acid which is deposited on cooling, separates, when the 
liquid is again heated, into two layers, the alcohol at the same time 
evaporating. The upper layer is strongly coloured; the lower, which is 
less coloured, yields by evaporation a crystalline mass saturated with a 
black syrup, which must be pressed between fine linen, washed with very 
cold water, and recrystallised from hot water. (Lamy.) 


Properties. Large colourless transparent crystals having an adaman- 
tine lustre and belonging to the right prismatic system. Sg. 29, often 
with hemihedral development of an 8-sided pyramid (P.02 Po. oy) 
ecm beh e838 8 ae neg (bes ook oo) 0 109729 oar sco. Poo — 
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188° 42’. (Miller.) Large rectangular prisms acuminated with several 
faces (Lamy); according to Lamy’s later determinations, they belong to 
the square prismatic system, crystals cut at right angles to the axis of the 
prism, exhibiting with polarised light the system of coloured rings pecu- 
liar to crystals with one optic axis. (VW. Ann. Chim. Phys. 51, 234; 
see this memoir for details of the crystalline form.) Sp. gt. o0: (Lamy. ) Its 
taste is very sweet and cooling. (Lamy.) Index of refraction =1°545. 
(Stenhouse.) Does not exhibit circular polarisation. (Lamy.) Melts at 
112° without giving off water, and volatilises partly undecomposed. 
(Lamy.) Does not act on litmus. — Its taste is sweet, but less so than 
that of orcin. It does not lose water at 100°. (Stenhouse.) 


Stenhouse. Schunck. Lamy. 
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Stenhouse gave the empirical formula C!HO"; according to Gerhardt’s formula 
C¥H*OP + Aq, which requires 4:09 p.c. C, erythroglucin should be = orcin + 8HO. 
Lamy deduces from his own analyses the formula C?H»O!, which requires 
39°33 p.c. C, 6°40 H and 52°42 O. The same formula was obtained by Berthelot 
(Compt. rend. 41, 452). 


Decompositions. 1. Erythroglucin subjected to dry distillation gives 
off an odour of burnt sugar, and yields a liquid which does not crystallise 
on cooling, but dissolves in water and in alcohol. (Stenhouse.) It begins 
to boil at 160° without perceptible decomposition, giving off an odour of 
burnt flour; as the decomposition advances, the boiling point gradually 
rises to about 200°, but the mass does not swell up: the residue in the 
retort consists partly of unaltered erythroglucin [phycite], partly of a 
substance analogous to glucose and possessing the power of reducing 
copper-salts, a property not exhibited by erythroglucin [phycite]. 
Erythroglucin thrown on red-hot coals gives off the odour of burnt sugar. 
(Lamy. ) — It burns on platinum-foil with a blue flame and an odour of 
caramel. (Stenhouse.)— 2. It is not altered by potash, ammonia, bro- 
mine or chloride of lime. (Stenhouse, Lamy.) — 3. Fuming nitric acid 
converts it into nitro-erythroglucin; on heating the mixture, oxalic acid 
is produced. (Stenhouse.) Erythroglucin dissolves in cold oil of vitriol; 
the crystalline compound yields a soluble baryta-salt. It is not black- 
ened by cold oil of vitriol, but turns brown on the application of heat. 
— 4, It isnot fermentable. (Stenhouse, Lamy.) 


Combinations. Erythroglucin dissolves very readily in water. The 
aqueous solution yields the finest crystals. (Stenhouse.) 

It does not precipitate neutral or basic acetate of lead, copper-salts, 
or ammonio-nitrate of lead. (Stenhouse.) 

It dissolves sparingly in cold alcohol, but is insoluble in ether. 
(Stenhouse.) 
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Nitro-erythroglucin. 
C8N4HPO24 —_ C®X4H808. 


StenHouseE. Phil. Trans. 1849, 399; Ann. Pharm. 70, 225; Pharm. 
Centr. 1849, 627. 


Pulverised erythroglucin added by small portions to fuming nitri¢ 
acid which is kept cool, dissolves quickly with considerable rise of tem- 
perature; and if the solution be mixed with a quantity of oil of vitriol 
equal in weight to the nitric acid, or rather more, the whole forms in 
half an hour a crystalline magma which is collected ona funnel plugged 
with asbestos, washed with cold water, pressed between paper, and 
recrystallised from hot alcohol. The compound is not obtained by dissolving 
erythroglucin in nitrosulphuric acid and adding water. 

Large shining crystalline lamin. Melts at 61°, and solidifies in the 
crystalline form at a temperature a few degrees lower. 
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Gerhardt’s formula C'4X°H'”O requires 18°02 p. c. carbon. 


The compound takes fire when strongly heated and burns with 
a bright flame. The crystals thoroughly dried and mixed with sand 
detonate violently under the hammer. 


Oxygen-nucleus C4H®O*. 


Catechin. 
CHuHFO® —_— C*#*H°O*,07, 


Runat. Fechner’s Repertorium d. org. Chemie. Tabelle zu. s. 606. 

Fr. Ness v. Esenspeck. Repert. 27, 211; 33, 169; 48, 3837; 45, 457; 
Pharm, Centr. 1830, 43; 1831, 417. 

DoverEeiner. Schw. 61, 878; Pharm. Centr. 18381, 204. 

WincktER. Repert. 59, 39; Pharm. Centr. 1837, 740. 

Bicuner. Pogg. 39, 162. 

Prarr. Mittheilungen, 1, 110. 

Dantstrém. Pogy. 39,163; Berzelius Jahresber. 14, 235; Pharm. Centr. 
1836, 201. 

SvanBers. Pogg 39, 169; Pharm. Centr. 1836, 884. 

Wackenroner. Ann. Pharm. 81, 72; 87, 306; Pharm. Centr. 
1839, 623; 1841, 401. 

ZwenaER. Ann. Pharm. 87, 320; Pharm. Centr. 1841, 408. 
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R. Hacen. Ann. Pharm. 37, 826; Pharm. Centr. 1841, 414. 
J.T. Cooper. Phil. Mag. J. 24, 500; Pharm. Centr. 1844, 159. 
GurpourT. WN. Ann. Chim. Phys. 11, 360; 12, 186. 

Detrrs. Jahrb. pr. Pharm. 12, 164; Pharm. Centr. 1846, 604. 
Nevusavger. Ann. Pharm. 96, 3387; Chem. Gaz. 1856, 126. 


Katechin, Katechugerbesalz, Katechuséure, Tanningensaure. 


Sources. In Catechu, the aqueous extract of the wood of Acacia 
Catechu (Bombay catechu), or of the nut of Arecda Catechu and Arecca 
guvaca (Colombo and Bengal catechu); in Gambir, the extract of 
Nauclea Gambir; in Kino, the exudations of Pterocarpus erinaceus, &e. 


Formation. By exposing the aqueous solution of catechutannic 
acid to the air. (Delffs.) According to Neubauer, on the contrary, 
catechutannic acid is formed by the oxidation of catechin. 


Preparation. 1. Bengal or Gambir catechu is exhausted with ether 
in a displacement-funnel ; the solution evaporated to dryness; the 
granular residue suspended in water and pressed in a linen cloth; and 
the remaining substance is once boiled up with a sevenfold quantity of 
water, aud quickly filtered into a bottle, which must be completely filled 
with, it and set aside: the catechin which separates after a day is col- 
lected on linen, pressed and dried. (Fr. Nees v. Esenbeck, Guibourt.) 
The aqueous solution of the ethereal extract also yields catechin when 
evaporated in vacuo; and the mother-liquor does not yield any more of 
that substance on exposure to the air. (Neubauer.) — 2. When 1 pt. 
of finely powdered catechu is macerated for 24 hours with 3 pts. of cold 
water, and the brownish grey residue is boiled with 8 pts. of water, the 
brown filtrate deposits in a few hours a large quantity of granular, 
brownish, impure catechin. The residue, if repeatedly boiled with water, 
yields an additional quantity and Jess coloured. After washing with cold 
water, the product becomes still whiter and dries up to a brittle pearly 
mass, which, when dissolved in 6 pts. of boiling water and digested with 
purified animal charcoal, separates from the filtrate perfectly white, and 
remains white after washing with cold water and drying in vacuo over 
oil of vitriol. When dried in the air, it turns yellowish. — When alkaline animal 
charcoal — that, for example, which is obtained in the preparation of ferrocyanide of 
potassium — is used, a brown solution is obtained, which may indeed be decolorised by 
hydrochloric acid, but does not yield crystalline catechin till it is evaporated, and then 
only in small quantity. — Biichner’s statement that Bengal catechu yields more catechin 
than other varieties, is incorrect. (Wackenroder.)—3. Buchner macerates 
8 pts. of finely pulverised Bengal or Bombay catechu with 32 pts. of cold 
water for a week, leaves it to settle for four or five days, then decants, 
and repeats this treatment three or four times, but always with a double 
quantity of water. The residue is dissolved in an eight-fold quantity 
of boiling water; and the solution, in order to precipitate colouring 
matter, is gradually nixed with a hot solution of basic acetate of lead, 
till a filtered sample exhibits only a wine-yellow colour, and then very 
quickly filtered. The white granular precipitate which separates on 
cooling is dissolved in boiling water; the solution clarified with white of 
egg and poured into a bottle which can be closed; the liquid decanted; 
the separated catechin heated with water till it dissolves; the solution 
left to cool slowly; and the catechin which then separates, collected on 
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a filter, washed and dried. — As thus obtained, it is still impure. It is 
therefore dissolved in warm water and completely precipitated by 
neutral acetate of lead; the lead-compound decomposed by sulphuretted 
hydrogen, the sulphide of lead (which retains the impurities), exhausted 
with a large quantity of water, at 90°; and the catechin which crystallises 
on cooling, is pressed as quickly as possible between bibulous paper and 
dried in vacuo over oil of vitriol. (Svanberg, Hagen.) Neubauer 
adopts a similar method, omitting however the partial decoloration with 
basic acetate of lead. —4. Finely pulverised catechu is washed with 
cold water on a filter by displacemeni till the water runs through 
colourless; it is then quickly dried between paper, and digested with 
warm alcohol, so long as white specks of the acid make their appearance 
as the residue is dried. The alcohol is then distilled to one-half; the 
resulting brown precipitate collected on a filter; the filtrate evaporated 
to one-half at 40°, and then left to cool; the greyish brown catechin 
which separates after some hours, dried between paper and dissolved in 
warm water; the solution mixed with a sufficient quantity of basic 
acetate of lead to render it colourless; the dissolved lead-salt decom- 
posed by sulphuretted hydrogen; and the solution boiled and filtered : 
it then deposits colourless catechin on cooling. (Dahlstrém.) Winckler 
removes the dissolved lead-salt by means of sulphate of soda and filters 
the liquid from the sulphate of lead while still hot. Zwenger evaporates 
the alcoholic solution to one-third of its bulk (without distilling, 
because the mass jumps violently); presses between linen the yellowish 
brown paste which is obtained on cooling; dissolves the residue in 
boiling water; filters; redissolves the slightly coloured acid which 
separates on cooling, in boiling water; precipitates the solution, while 
still hot, with neutral acetate of lead; and treats the precipitate as in 
Svanberg’s process (3). 

5. The catechin which separates from an aqueous solution of catechu- 
tannic acid exposed to the air, is pressed between paper and recrystallised 
from hot water. (Delffs. ) — In a tan-pit in which a particularly red catechu was 
used, Th. Cooper found the leather covered with a whitish crust which was regarded as 
a sign that the tanning was complete, When this deposit was washed with cold water, 
dissolved in a treble quantity of boiling water, and filtered hot, the filtrate on cooling 
vielded catechin. — [According to Neubauer, catechin is not formed by oxidation of 
catechutannic acid (vid. swp.)]. 

The filters through which a solution of catechin is to be passed, must 
be previously washed with hydrochloric acid, because the catechin 
would be coloured by the presence of iron or of alkalis. 

Hydrated catechin obtained as above is rendered anhydrous by 
fusion. 


Zwenger. Svanberg. 
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Isomeric with salicylic and oxybenzoic acids. 


Decompositions. 1. Catechin heated above its melting point, swells 
up strongly, gives off inflammable vapours having a peculiar penetrating 
odour like that of burnt horn, and leaves a shining very combustible 
charcoal. When subjected to dry distillation, it gives off carbonic acid 
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and carbonic oxide, and water passes over containing pyrocatechin and 
a volatile oil. (Wackenroder, Zwenger )— Exposed to the air in the 
moist state, it takes up oxygen and gradually turns brown, with peculiar 
quickness in contact with alkalis, and then precipitates a solution of 
gelatin. The colourless saturated aqueous solution acquires a lemon- 
yellow colour by a few hours’ exposure to the air. (Wackenroder.) 
When a mixture of catechin and water is heated in contact with the air, 
a dark red liquid is formed, which when evaporated, leaves a red gela- 
tinous mass, easily soluble in water (Svanberg); the solution precipitates 
gelatin (Hsenbeck), and according to Guibourt, contains a substance 
intermediate between catechin and rubic acid. Catechin exposed to the 
air in contact with potash or ammonia takes up oxygen and becomes, 
first rose-coloured, then bright red, then dark red, and ultimately black, 
japonic acid being produced; this transformation is accelerated by heating 
with excess of alkali.—‘]. According to Neubauer, catechin is converted 
by exposure to the air into catechutannic acid. When the ethereal extract 
of Bombay catechu was repeatedly crystallised from water, there 
remained, after the first crystallisation, a reddish brown mother-liquor 
which precipitated a solution of gelatin and appeared therefore to contain 
catechutannic acid; the mother-liquors of the following crystallisations 
were yellowish, but on exposure to the air and especially if evaporated, 
assumed a reddish colour, and acquired increased power of precipitating 
a solution of gelatin. On further evaporating the entire liquid, it 
assumed a deep brown colour, like an aqueous extract of Bombay 
catechu, and when evaported to dryness, left a residue exactly resembling 
the original catechu. A solution of perfectly pure catechin, which does 
not precipitate gelatin, acquires that power by boiling for several hours; 
it is difficult however to render the transformation quite complete. 
(Neubauer.) 1.— The solution of catechin in cold alkaline carbonates 
becomes red when exposed to the air, a rubate of the alkali being formed; 
if the liquid be heated, japonic acid is produced at the same time. 
(Svanberg, Zwenger, Cooper.) — 3. Catechin dissolves gradually in 
moderately strong nitric acid, giving off red fumes, and forms a yellow 
liquid containing oxalic acid. (Hsenbeck, Wackenroder, Zwenger.) — 
4, Catechin dissolves in oil of vitriol, with partial decomposition, forming 
a yellow-brown liquid. (Hsenbeck, Zwenger.) The solution when 
heated, assumes a purple colour and ultimately becomes black. 
(Wackenroder.) “1 When catechin is boiled with dilute sulphuric acid (1 pt. oil of 
vitriol to 24 pts. water) a cinnamon-coloured body separates, which, when dried in the 
air at the ordinary temperature, contains C’H'”O! + 3Aq and gives off 3 At. water at 
100°. [The substance dried at 100° yielded 53°17 p. c. C and 5°45 Hi (cale. 53°13 C 
and 5°21 H), and the quantity of water given off at 100° was 14°4 p.c., the calculated 
quantity for 3 At. being 140 p. c.] The solution filtered from this cinnamon- _ 
coloured substance, after being freed from sulphuric acid by means of carbonate of 
baryta and from undecomposed ecatechin by repeated precipitation with acetate of lead, 
does not contain sugar or any substance capable of reducing a solution of oxide of 
copper. Catechutannic acid boiled with dilute sulphuric acid also yields a brown sub- 
stance apparently identical with that just mentioned. (Neubauer.) 4 — 5. The 
aqueous solution of catechin treated with chlorine, first assumes a wine- 
yellow colour, then decomposes and becomes colourless. (Wackenroder.) 
— 6. It gradually reduces the solutions of the noble metals, or imme- 
diately if heat be applied. 


Combinations. With water. a. Hydrated Catechin. For the preparation 
see page 388. 
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Properties. White light laminar mass, having a faint silky lustre; 
crystallises from a hot-saturated solution by slow cooling in slender 
needles acuminated at the ends, and often united in tufts. Melts at a 
gentle heat; at 217°. (Zwenger.) Has a purely astrigent taste, with 
sweetish aftertaste (Hsenbeck) ; tasteless (Wackenroder) ; bitter and 
slightly astringent (Zwenger); sweetish (Biichner). Reddens litmus 
slightly. (Esenbeck, Dahlstr6m, Wackenroder.) Neutral to litmus. 
(Dobereiner, Zwenger.) After drying in vacuo, it contains 3 At. water; 
in vacuo over oil of vitriol, 2 At.; and at 100°, 1 At. which escapes when 
the substance is melted. 


At 100°. Zwenger. Hagen. 
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The excess of hydrogen and oxygen in Zwenger’s analysis of catechin 
dried at 100°, over the quantity of hydrogen and oxygen in anhydrous 
catechin, is to the total quantity as 1: 8°8. (L.) 


In vacuo over oil of vitriol. Delffs. 
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In vacuo. Hagen. 
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7. According to Neubauer, catechin dried at 100° is anhydrous and 
has the composition C'"H°O"; and, the air-dried compound contains 3 At. 
water, the quantity given off at 100° being 14:34 p. c. (by calculation, 
13:92.) 


Neubauer. 
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a and 6 were prepared from Bombay catechu; a@ by extraction with ether 
(method 1, page 388); 6 by extraction with boiling water from the residue left after 
digestion with cold water (method 3, p. 888); ¢ and d were prepared from Gambir 
catechu, c by extraction with ether, d by extraction with water, &c., according to 
Wackenroder’s method (2, p. 388). The numbers in a are calculated from the analysis 
of the hydrated compound (infra). A direct analysis of the same preparation which 
had become yellow by continued drying at 100°, yielded 62°62 per cent. C and 5-24 H, 
indicating decomposition, Neubauer’s analyses of the compound dried at 100°, agree 
very nearly with Svanberg’s and Zwenger’s analyses of the melted catechin (vid, sup.). 
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Air-dried. ™ ie ee 
LOM atu 102 5.258 ee B22 ae oe 
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L0sOurrsenee 30) zeta hse4 > ie 41200 | ode eon 
TO Tg LOA hee aL O00 0 meeeees. 100°00_.... 100°00 


a from Bombay eatechu by extraction with ether; 4, from Gambir catechu also 
with ether. . 


b. Aqueous Catechin. Wydrated catechin dissolves in 16000 pts. of 
water at 5° (Biichner), in 1133 pts. at 17° (Wackenroder), and in 3 or 4 
pts. of boiling water (Biichner, Wackenroder); the hot saturated solution 
solidifies on cooling in consequence of the separation of crystalline 
needles. — Dry catechin mixed with 2 pts. of cold water swells up 
and forms a thick pulp which at 80° forms a clear solution. (Wacken- 
roder.) 

Catechin dissolves without decomposition in dilute sulphuric and in 
heated hydrochloric acid. 

In the dry state it absorbs ammoniacal gas, but gives it off completely 
when heated or in vacuo. (Svanberg, Zwenger.) In aqueous solutions 
of ammonia or the fixed alkalis, it dissolves without decomposition at 
first, forming a colourless liquid. 

In baryta-water, lime-water, or in acetate of baryta or lime, it does 
not form any precipitate, even on addition of ammonia. (Wackenroder, 
Zwenger.) It forms with acetate of baryta a white precipitate insoluble 
in water, which gradually turns brown on exposure to the air. (Svan- 
berg.) 

With bichromate of potash, it forms a yellow-brown precipitate 
which, according to Wackenroder, is not soluble either in potash or in 
hydrochloric acid, but according to Delffs, dissolves in hydrochloric 
acid. | 


_ Catechin with Lead-oxide. —a. Aqueous catechin forms with basic 
acetate of lead, a precipitate which, after being washed with water, loses 
.its white colour, even when dried in vacuo. (Hagen.) 


Hagen 
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6. Aqueous catechin forms with neutral acetate of lead, an abundant 
white precipitate which afterwards turns reddish (Esenbeck), dissolves 
‘gradually during washing and turns yellow in contact with the air; 
hence it must be quickly pressed and dried in vacuo over oil of vitriol. 


(Svan berg.) 


Svanberg. 
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C4H5O® PboO........ 249°S .... 100°00 
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q. Neubauer, by treating a moderately warm solution of catechin 
with neutral acetate of lead, obtained a nearly white precipitate which, 
after being washed and dried as quickly as possible, was found 1o 
contain: 


AG106*. Neubauer. 
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The compound is very unstable, becoming brown when dried. . 


A weak alcoholic solution of catechin forms with ferrous sulphate a 
beautiful green liquid, without precipitation (Esenbeck); at first there is 
no action; but afterwards the liquid assumes a green colour and deposits 
a black precipitate; on adding acetate of soda, the colourless mixture 
immediately assumes a violet-blue colour, and yields a blue-black preci- 
pitate very soluble in acetic acid; an alkaline solution of catechin 
immediately forms with ferrous sulphate a violet-black precipitate. 
(Wackenroder, Zwenger.) With solutions of ferric oxide it forms a 
coplous green precipitate, changing to brown; ferric hydrochlorate in 
excess acquires at first a dark green colour, but becomes colourless imme- 
diately afterwards and yields a brown precipitate; if the catechin is in 
excess, the mixture assumes an intense green colour, but afterwards 
becomes colourless from reduction of the ferric oxide, and sometimes 
exhibits a greyish green turbidity. (Wackenroder, Zwenger.) — Cupric 
acetate turns brown when mixed with catechin, but does not yield a 
precipitate; on adding ammonia, a dark brown precipitate is immediately 
formed, A warm solution of catechin immediately forms a precipitate 
which soon turns black. (Svanberg, Zwenger.) The alkaline solution 
added to excess of solution of cupric sulphate, produces a fine green 
colour, and after some time a cinnabar-coloured precipitate; if the cate- 
chin is in excess, this precipitate is formed immediately. (Wackenroder.) 
— With mercurous nitrate, it forms a copious white precipitate which 
afterwards turns grey from reduction; with mercuric nitrate, a dingy white 
precipitate which afterwards turns reddish. (Esenbeck.) The precipitate 
formed with a mercuric salt dissolves in acetic acid, and on adding 
hydrochloric acid to the solution, a precipitate of calomel is formed. In 
a solution of corrosive sublimate, a precipitate is formed which dissolves 
in acetic acid or in common salt. (Wackenroder.) — Nitrate of sidver is 
not precipitated by solution of catechin; but on heating or on addition of 
ammonia, a black precipitate is immediately formed, which does not 
dissolve in nitri¢ acid or in ammonia. (Svanberg.) — Chloride of gold or 
solution of chloride of gold and potassium forms with catechin a red- 
brown precipitate, which dissolves with yellow colour in a large quantity 
of water. The hot solution reduces the gold. (Esenbeck, Svanberg.) 
‘Chloride of platinum and sodium forms with catechin a yellow liquid 
which when heated, slowly deposits metallic platinum, (Svanberg.) 

Catechin dissolves readily in alcokol and ether; in 2 or 8 pts. of boil- 
ing alcohol; in 120 pts. of cold alcohol; in 7 or 8 pts. of boiling ether 
(Buchner); in 5 or 6 pts. of cold alcohol, in 2 or 8 pts. of boiling alcohol, 
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in 7 or 8 pts. of boiling ether. (Wackenroder.) It dissolves in acetic 
acid but not in oil of turpentine. 

Catechin does not precipitate solution of gelatin unless it be mixed 
with hydrochloric or acetic acid. (Dobereiner.) It does not precipitate 
the vegetable alkaloids. 


Appendix to Catechin. 


Rubic Acid. C'*H%0”. 
SvanBeRG. Pogg. 39,171; Pharm. Centr. 18386, 888. 


Formation. By the action of the air on a solution of catechin in 
aqueous alkaline carbonates. 


Preparation. Catechu is dissolved in aqueous carbonate of potash, 
and the liquid left to evaporate in the air without application of heat. 
The residue is finely pulverised and stirred up with water; the solution 
filtered after a short time; the excess of carbonate of potash carefully 
decomposed by acetic acid; the liquid filtered as quickly as possible, from 
any rubic acid that may have been precipitated, and the filtrate mixed 
with alcohol, which separates rubate of potash. This salt is washed with 
alcohol, dissolved in water and mixed with hydrochloric acid; and the 
precipitate is quickly washed with water, and dried first in vacuo over 
_ oil of vitriol, afterwards in the drying apparatus. 

Changes into japonic acid even during the washing and drying in 
vacuo. 

Rubate of potash forms with the salts of the earths and heavy 
metallic oxides, red precipitates which dissolve partially when washed 
with water. 


Rubate of Silver. Svanberg. 
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Japonic Acid. C*H%0™. 
SvanBperG. Pogg. 39, 168; Pharm. Centr. 1886, 886. 


Formation. By the action of the air on a solution of catechin in 
caustic potash. 


Preparation. A solution of catechin in caustic potash which has 
turned black by exposure to the air, is supersaturated with acetic acid, ana 
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evaporated nearly to dryness, and the residue is treated with alcohol, which 
dissolves acetate of potash and leaves acid japonate of potash. ‘This salt 
is washed several times with alcohol, dissolved in water and mixed with 
a slight excess of hydrochloric acid, whereby the japonic acid is preci- 
pitated, and only a small quantity remains in solution, more however as 
the excess of hydrochloric acid is greater. 


Properties. Black. When recently prepared, it dissolves in warm 
water and is afterwards deposited in black grains. The solution reddens 
litmus. 


Svanberg. 
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Japonate of potash evaporated to dryness with excess of acetic acid, 
is converted into an acid salt. With the hydrochlorates of baryta, lime, 
alumina, glucina and yttria, it forms bulky precipitates insoluble in cold 
dilute nitric acid. With sulphate of copper, it forms a dark green 
precipitate. 


Japonate of Silver. a. Acid. 
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b. Neutral. By precipitating nitrate of silver with neutral japonate 
of potash. Black precipitate, which is decomposed by potash, but not 
by hydrochloric acid. 


Svanberg. 
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Japonic acid is insoluble in alcohol. 
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Gallic Acid. 
C¥H8O! = CH%04,0* or C#H*0?,0°. 


ScHEELE. (1785.) Opusc. 2, 224. 

Ricutger. WV. Gegenstinde d. Chemie. 1, 62; 11, 67. 

TrommsporFr. A. Z'r. 8, 105.—JN. Tr. 2, 142. 

Davy. Journal of the Royal Institution, 15, 273; A. Gehl. 1, 567. 

Bourtton Lacranae. Ann. Chim. 60, 156; WV. Gehl. 3, 623. 

Dorrrurt, BERTHOLLET, Proust, FERNANDEZ & Bovur~tuon LAGRANGE. 
A. Gehl. 6, 220. 

PraFrr. J. Gehl. 5, 327. 

SENTURNER. Schw., 4, 410. 

Berzevius. Ann. Chim. 94, 303. 

Braconnot. Ann. Chim. Phys. 9, 181; NV. Tr. 3, 2, 393. 

Cuevrevut. Mem. du. Mus. 1828. Cah. 11, 374. 

Brooker. Phil. Ann. 6, 119. 

D6BEREINER. Schw. 61, 880; Pharm. Centr. 1831, 204. 

Wacxkrnroper. J. Br. Arch. 28, 14 —J. pr. Chem. 23, 209.— Ann. 
Pharm. 81, 78.— Pharm. Centr. 1841, 477; 1842, 3.—J. pr. Chem. 
24, 33. 

PrLouzE. Ann. Chim. Phys. 54, 337;. Pharm. Centr. 1834, 336. 

Liesie. Ann. Pharm. 10, 176; Pharm. Centr. 1854, '746.—Ann. Pharm. 
26, 126 and 162; Pharm. Centr. 1838, 530. 

Rosiquret. J. Pharm. 22, 487; J. pr. Chem. 81, 125; Repert. 59, 56; 
Pharm. Centr. 1836, 634. — Ann. Chim. Phys. 64, 385 and 396; 
Pharm. Centr. 1887, 514. 

Harrr. JV. Br, Arch. 5, 291; Pharm. Centr. 1836, 324. 

BugEy. JW. Br. Arch. 26, 169; Fharm. Centr. 1841, 619. 

Larocquz, J. Pharm. 27,197; J. pr. Chem. 24, 84; Ann. Pharm. 
39.97; Pharm. Centr. 1841, 716. 

BARRESWILL. Compt. rend. 17, 739; J. pr. Chem. 80, 879. 

Stennouse. Phil. Mag. J. 22, 419; Pharm. Centr. 1848, 225. 

Pu. Bicuner. Ann. Pharm. 58, 175 and 849. 

WerTHERILL, WV. J. Pharm. 12,107; J. pr. Chem. 42, 247; Pharm. 
Centr. 1847, T49. 

A. Strecker. Ann. Pharm. 90, 328; J. pr. Chem. 62, 484. 

W. Knopp. Pharm. Centr. 1854, 860; 1855, 657, 787. 


Gallapfelsiure, Gallusséure, Acide gallique. — First examined by the Dijon 
academicians, contaminated however with tannic acid. First prepared in the pure state 
by Scheele. 


Sources. In gall-nuts (Scheele), in the Swmach and Dibidivi (Sten- 
house); in the gummy exudation of the sumach (Fernandez); in Cytisus 
Hypocystis, Llores Arnicee, Semen Sabadille, Radix Hellebori albi and 
nigrti, L. Colchici autumnalis, R. Ipecacurnhee and Cortex Angusture 
spurius; in green and black tea, in the acorns of Quercus egylops (not 
in oak-bark, catechu or kino), in the shell of the fruit of Zerminalia 
Chebula, in R. Bistorte, in the fruit of Anacardia bryofolia; in R. Senega, 
the leaves of Coriaria myrtifolia, the fruit of My:tus [imenta and Bert- 
olletia excelsa, in Sandal-wood, in Lycopus europ., Linum latifolium, 


GAL DIC: ACTD; 397 


Fol. Uve ursi (Kawalier); in Rad. Plumbaginis europ.; in Acaju-nuts 
(Vicira de Mattos); in the bark of the pomegranate root (A. Latour de 
Trie), in mango-seeds (Avequin); in the fruit of Musa paradisiaca 
(Boussingault), in rhubarb-root (Brandes); in Flores Arnice, and Radix 
Strychnos Nuaw vomica; and probably in most of the astringent parts of 
plants. (Higgins, Schw. 5, 46.) 


Formation. From Quercitannic Acid. 1. By boiling with potash-ley 
or dilute sulphuric or hydrochloric acid (Liebig), with simultaneous 
formation of a hydrate of carbon (Liebig), of glucose (Stass. Ann. Pharm. 
80, 205; Strecker): 


2C#H20# + 160 = 6CHH°O” + C#H40% ; 


(compare Knop, Pharm, Centr. 1855, 748.) —2. By fermentation. (vid. Tannic 
acid.) 


Preparation. 1, An aqueous infusion of gall-nuts is evaporated to 
dryness; the pulverised residue exhausted with absolute alcohol; the 
liquid filtered; the greater part of the aleohol removed from the yellowish 
filtrate; the residue diluted with water; and the liquid evaporated to the 
crystallising point. (Richter.) — This process yields but a small quantity 
of gallic acid, and according to Pfaff, contaminated with tannic acid. — 
Infusion of gall-nuts is mixed with acetic acid to decompose the gallate 
of lime, and then shaken up with ether. There are then formed three 
layers, the uppermost containing gallic acid, which may be crystallised 
by evaporation. (Dobereiner.) | 

2. An aqueous extract of swmach is precipitated with gelatin; the 
filtrate evaporated; the residue exhausted with alcohol; the alcohol 
distilled off; and the residue digested with ether. The ethereal solution 
yields an abundant crystallisation of gallic acid which may be rendered 
colourless by recrystallisation and treatment with animal charcoal. 
(Stenhouse.) — An alcoholic infusion of gall-nuts is precipitated with 
solution of isinglass or white of egg, and digested for a quarter of an 
hour; the alcohol removed from the filtrate by distillation; and the 
residual liquid is boiled with charcoal dust, filtered, clarified with white 
of egg, and slowly evaporated; the gallic acid then erystallises from the 
brown viscid mother-liquor. (Dorffurt.)— According to Trommsdorff, 
the acid thus obtained is contaminated with extractive matter. — Barruel 
& Thénard precipitate infusion of gall-nuts with white of egg, filter, 


cD? 
evaporate to dryness, dissolve the residue in water, filter again, and leave 
the solution to crystallise by evaporation. — The product is small, 


because, as shown by Berthollet (A. Gehl. 6, 226), the precipitate 
formed by white of egg likewise contains gallic acid, whilst a small 
quantity of that acid remains in the liquid, and its crystallisation is very 
much impeded by the presence of albumen. — Braconnot did not obtain 
any crystallised acid by this process, but an inconsiderable brown residue; 
chiefly consisting of the salts contained in the large quantity of albumen 
used in the process — Gaultier de Claubry (dnn. Chim. Phys. 10, 235,) 
states that he obtained a large quantity of gallic acid by precipitating 
the infusion with bone-gelatin, evaporating the hquid, and exhausting 
the residue with alcohol. — Infusion of galls is mixed with carbonate of 
potash, whereupon tannin is precipitated in combination with carbonate 
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of potash; the filtrate is precipitated with acetate of lead; and the washed 
precipitate is decomposed with sulphuric acid. (Richter, Sertiirner.) — 
{These methods are adapted for the detection, but not for the preparation 
of gallic acid. J. L.] 

Davy boils the infusion of galls with carbonate of baryta; filters the 
bluish-green solution of gallate of baryta from the insoluble compound 
of baryta with tannic acid and extractive matter; precipitates the 
baryta by sulphuric acid; filters; evaporates; dissolves the residue in 
alcohol, which leaves gum undissolved; and again evaporates to the 
erystallising point.— Fiedler (4. Zr. 9, 1, 52) digests infusion of galls 
with hydrate of alumina, which be supposes to take up the, tannic acid 
and leave the gallic acid in the liquid to be evaporated. But, according 
to Davy and Pfaff, a large quantity of alumina likewise precipitates the 
gallic acid; and if by chance a portion of the acid remains in solution, in 
consequence of the quantity of alumina not being sufficient to precipitate 
it completely, this portion of acid (according to Davy) contains alumina. 
— Proust precipitates infusion of galls with solution of protochloride of 
tin, removes the tin from the filtrate by sulphuretted hydrogen, and 
evaporates. This process, according to Trommsdorff, yields only 52, 
of gallic acid, because the free hydrochloric acid exerts a decomposing 
action, and also because a large portion of the gallic acid is precipitated 
together with the protoxide of tin. 

3. Pure quercitannic acid precipitated by sulphuric or hydrochloric 
acid is digested for a day with a mixture of 1 pt. oil of vitriol or strong 
hydrochloric acid and 8 pts. water, the water being renewed as it 
evaporates, and the liquid is evaporated at a gentle heat to the crystal- 
lising point. If strong acid be used and the liquid boiled, the gallic acid obtained is 
small in quanity, and dark-coloured. The crystals have but little colour and 
are easily purified. (Stenhouse.) — Liebig precipitates the solution of 
quercitannic acid with sulphuric acid; adds the precipitate, after it has 
been washed with dilute sulphuric acid and pressed, to a boiling mixture 
of 1 pt. oil of vitriol and 2 pts. water as long as it dissolves completely; 
and boils the liquid for a few minutes. On cooling, it deposits 
strongly coloured gallic acid, which must be several times recrystallised 
and then precipitated from the boiling aqueous solution by neutral 
acetate of lead. The washed precipitate is suspended in water and 
decomposed by sulphuretted hydrogen, the sulphide of lead exerting a 
decomposing action. Wetherill boils 50 grms. of dry tannic acid with 
500 cubic centimetres of a mixture of sulphuric acid of sp. gr. 1°84 with 
four times its bulk of water, till the liquid crystallises on cooling; by 
this process 100 grms. of tannic acid yield 84 grms. of gallic acid. 

4. Tannic acid or infusion of galls is added to an excess of boiling 
dilute potash-ley and boiled for 20 seconds; the solution decomposed by 
dilute sulphuric acid and once boiled up; and the crystalline magma of 
sulphate of potash and gallic acid is pressed between paper and well 
boiled with alcohol: the gallic acid then crystallises on cooling. (Liebig.) 
— Coarsely pounded gall-nuts freed from the finest powder, are exhausted 
with water; the infusion evaporated to an extract; and this extract 
added by small portions to boiling soda-ley of sp. gr. 1°4 till the frothing 
ceases; the strongly coloured liquid, after being left to cool for a while, 
is supersaturated with acetic acid; the brown crystalline precipitate is 
repeatedly washed with cold water and dissolved in boiling water; and 
the solution is treated with animal charcoal and filtered. The acid which 
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separates on cooling, has only a brown colour after several recrystalli- 
sations, and cannot be decolorised by animal charcoal; but on dissolving 
it in alcohol, there remains a brown residue, and the solution yields by 
evaporation, nearly colourless crystals, which may be purified by recrys- 
tallisation. By this process, 10 lbs. of gall-nuts yield 12 oz. of pure 
gallic acid. (Buchner.) Liebig and Link dissolve the gallic acid obtained 
by treatment with potash-ley and precipitation with acetic acid, in water 
containing just sufficient hydrochloric acid to remove all the potash, and 
erystallise it repeatedly till it burns without residue on platinum-foil. 
In this manner, 100 pts. of quercitannic acid yield from 56 to 60 pts. of 
gallic acid. 

5. One pt. of pounded galls is digested with 3 pts. of cold water, and 
the filtered liquid is exposed to the air in open vessels set in a warm 
place; it then becomes covered’ with a film of mould which must be 
frequently removed. After being evaporated to one-half, the liquid is 
decanted from the crystalline sediment, left to turn mouldy again, &e. 
The sediments consisting of impure gallic acid are washed with a small 
quantity of cold water, then dissolved in hot water, filtered and crystal- 
lised. (Scheele.) [This method yields the largest product. J. L.]|—Tromms- 
dorff boils the sediment together with the mould with alcohol instead of 
water, filters, adds water, and distils off part of the alcohol; white gallic 
acid is then deposited as the liquid cools, and brownish acid on evaporat- 
ing the mother-liquor, the total product amounting to 7 of the weight of 
the galls. — According to Braconnot, the infusion of galls is set aside 
for some months in open bottles, the mouldy crust removed, the crystals 
separated from the liquid by pressure between linen, and the liquid 
evaporated to a syrup: it then deposits an additional quantity of gallic 
acid. Powder of galls which has been exhausted with boiling water, 
when left to itself in the moist state for two months, and then extracted 
with hot water, likewise yields a small quantity of gallic acid. 20 lbs, 
of galls thus treated yield 5 pts. of impure acid, and when this impure 
acid is dissolved in boiling water, treated with purified animal charcoal, 
filtered (ellagic acid then remaining on the filter), cooled, and the remain- 
ing mother-liquor further evaporated and cooled, 4 pts. of the pure acid 
are obtained. — According to Braconnot, also, entire gall-nuts con- 
tinually moistened with water during a month in summer, swell up, 

ecome covered with mould, and are reduced to a whitish pulp, and 
when this pulp is freed from a brownish liquid by pressure between 
linen, boiling water likewise extracts gallic acid from it. A similar 
method may be adopted with powder of galls. — Buchner obtained by 
Braconnot’s process, a yellowish white powder, which when treated with 
hot water, yielded a turbid liquid running turbid through the filter, 
but dissolved in boiling alcohol, with the exception of a residue probably 
consisting of ellagic acid, and separated therefrom in pure crystals, 
amounting to 13]b. from 101bs. of galls. (Compare further, Martius, 
Pharm. Centr. 1831, 224; Fr. Muller, V. Br. Arch., 46, 152). Wittstein 
(Viertelgahrschr. pr. Pharm. 2, 72) obtained, from Chinese gall-nuts 
which had been moistened in the powdered state with water and exposed 
to the air for 6 weeks at a moderate heat, scarcely 17 per cent. of gallic 
acid; but, after addition of ordinary gall-nuts or beer-yeast, nearl 
50 per cent. — Steer (Wien. Akad. Ber, 22, 249; Chem. Gaz.1857, 430) 
stirs up 100 lbs. of the best Turkish gall-nuts pounded as finely as 
possible to a thin paste with water; leaves the mixture to itself for 10 
days, stirring frequently and renewing the water as it is absorbed; decants 
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the liquid after adding more water; exhausts the residue in a wooden 
displacement apparatus; decants and strains all the extracts after the 
deposit has settled; leaves the liquid in large loosely covered pans in a 
warm place for three or four months till all the gallic acid has separated 
out; rinses the yellowish red acid thus obtained with distilled water; 
dries the product (the dried acid thus obtained from 100 lbs. of gall-nuts 
amounted on the average to 24lbs.); dissolves it in boiling water; leaves 
it to settle in a warm place; digests the decanted liquid with purified 
blood-charcoal; filters through paper free from iron; leaves the filtrate to 
crystallise; and puts the pure acid immediately into well-closed vessels to 
protect it from ferruginous dust. — Kent (Sil. Ann. J. 24, 314) agitates 
common ink with ether, decants the ether and distils, and thus obtains a 
large quantity of gallic acid. The ink, after this treatment, is as good as 
ever, — Berzelius previously decomposes the gallate of iron in the ink 
with hydrochloric acid. —The preparation from acaju-nuts is described 
by Vicira de Mattos. (J. Pharm. 17,625.) From mango-seeds, gallic 
acid is obtained by extraction with water, boiling with white of egg, and 
evaporating the filtrate: product, 10 per cent. (Avequin, J. Pharm. 
17, 432.) 

To detect traces of quercitannic acid in gallic acid, Wackenroder 
(V. Br. Arch.) adds sulphate of quinine, which then produces turbidity. 


Properties. Crystallises from the hot aqueous solution in slender 
white silky needles (Braconnot); in prisms belonging to the doubly oblique 
prismatic system. fig. 126 (oP .’P.ao'P. oP’. wo Po); cleavage 
parallel to y, less distinct parallel to u; y :u=95°; y : v=125° 20°; 
UO 84.; a: 2160-3 y 3 2= 116°; 2: a,abont, 1500. (Brooke fai. 
Ann. 6, 119; compare Wackenroder, J. pr. Chem. 23, 209; Guibourt, 
Rev. scient. 8, 36.) Colourlesss. Has a harsh, slightly acid taste and 
reddens litmus. Bley (WV. Br. Arch. 36, 169.) Gives off 9°45 p.c. 
(2 At.) water at 120. (Pelouze.) 


‘ eight Liebig Stenhouse. 
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The acid analysed by Pelouze and by Liebig was prepared by 5 ; Stenhouse’s acid a, 
from sumach by 2; 6 from sumach by 3 ; and ¢ from dibidivi by 2. 


Decompositions. ‘The dry acid carefully heated to between 210° and 
215°, gives off pure carbonic acid gas, and yields a sublimate of pyro- 
gallic acid, without any other product:* 


CHHSO” = C2H60S + 2002, 


it likewise gives off carbonic acid when quickly heated to 250°; in that 
case, however, no pyrogallic acid sublimes, but water distils over and 
metagallic acid remains in the retort. (Pelouze.) 


2C4H6O” = C*#HSO08' + 4CO? + 4HO. 


* Water and metagallic acid are always formed at the same time [J. L.]. 
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Between 225° and 236°, the acid melts and boils, and, after three hours, 
yields a red-brown mass with a blackish lustre, which dissolves almost 
completely in cold water, and precipitates a solution of gelatine, but not 
the vegetable bases (the gal/humic acid of Berzelius). At a still higher tem- 
perature, the residue consists chiefly of metagallic acid, insoluble in water, 
but soluble in alkalis. The decomposition is not so simpleas it is given by Pelouze ; 
water and gallhumic acid are produced at every stage of the distillation. (Robiquet : 
comp. Braconnot, Wackenroder.) [The largest amount of pyrogallic 
acid is obtained by mixing the gallic acid (34 to 36 p.c.) with 2 pts. of 
coarsely pounded pumice-stone, and heating in a stream of carbonic acid. 
J. L.| By rapid distillation there is obtained, in addition to pyrogallic 
acid, a crystalline granular sublimate of a scarlet or brown-red colour. 
(Wackenroder.) — 2. Gallic acid burns in the air, leaving a black, com- 
bustible charcoal. (Scheele.) — 3. The aqueous solution remains unal- 
tered if excluded from the air; but in contact with the air, it decomposes, 
with formation of fungi and a black humus-like substance. (Pelouze.) — 
4, Gallic acid remains unaltered in contact with alkalis, so long as no 
oxygen gas comes in contact with it; but in contact with oxygen, it 
decomposes, the more quickly and strongly as the alkalies are in greater 
excess, probably because these bodies have but little affinity for gallic 
acid and rather dispose its constituents to arrange themselves, under the 
influence of the absorbed oxygen, in the form of other compounds, such 
as humus, carbonic acid, and perhaps also acetic acid; the peculiar colours 
produced at the same time are due to the formation of one or more 
coloured products of decomposition not yet investigated. — The tints 
thus produced are: with a small quantity of ammonia: yellow; with a 
large quantity, red-brown; with a small quantity of potash: green, after 
a while; with a large quantity: first yellow, then red and brown; witha 
small quantity of baryta-water: reddish yellow; with a large quantity: 
blue with greenish blue flakes; with a small quantity of strontia-water: 
pale yellow; with a large quantity: greenish blue with blue flakes; with 
a small quantity of Jime-water: reddish yellow; with a large quantity: 
violet-green with flakes of similar colour. (Gm, 4 Aufl. ii. 164.) — Caustie 
soda acts with aqueous gallic acid in the same way as caustic potash;. 
carbonate of potash acts in a similar manner, but more slowly (Buchner; 
see also Wackenroder, V. Br. Arch. 27, 257.) When Scheele’s gallic 
acid is added to thoroughly boiled lime-water standing over aa? 
white flakes are formed, and with a larger quantity of the acid, a pale 
red solution; oxygen gas passed up to the solution is quickly absorbed, 
the liquid assuming a greenish blue colour; if hydrochloric acid be then 
introduced, no carbonic acid is evolved, perhaps on account of the great 
dilution, but light blue flakes are separated. (Gm.) According to Chev- 
reul (Dict. des Se. nat. 20, 580, and Mem. du Mus. 1825, 374,) oxygen 
gas is absorbed the more quickly and abundantly, the more the alkali is 
in excess; 0°2 grm. of gallic acid mixed with a small quantity of aqueous 
potash absorb in a quarter of an hour, 7°5 cub. cent.; in 15 hours, 14°5 
cub. cent. of oxygen gas, and produce 10 cub. cent. of carbonic acid gas, 
which may be expelled by hydrochloric acid. U2 grm. of gallic acid 
mixed with a larger quantity of potash, absorb 19 cub. cent. ; if more 
potash be added, 14°5 cub. cent.; and, on a still further addition of potash, 
more oxygen is absorbed, in all, 58 cub. centimetres of oxygen gas; 
similar effects are produced by baryta added in various quantities. 
When aqueous gallic acid has turned green by the action of a small 
quantity of alkali and air, it is not coloured red by a larger quantity of 
VOL. XII. 2D 
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alkali unless it can absorb more oxygen; the green matter is therefore 
different from the red (which is produced by the action of a larger 
quantity of oxygen.) Baryta-water neutralised with Scheele’s acid is 
coloured green by oxygen gas; if the baryta be then precipitated by an 
exactly equivalent quantity of sulphuric acid, the green filtrate yields by 
evaporation a very acid and harsh-tasting residue, which precipitates 
gelatin, is free from sulphuric acid, and dissolves in water, alcohol and 
ether. Hence Chevreul concludes that tannin is formed in this decom- 
position of gallic acid; but the tannin doubtless existed ready formed in 
the gallic acid which he used. — According to Dobereiner, 100. pts. of 
gallic acid absorb 29 pts. of oxygen gas. (Gib. 72, 203. — When a 
mixture of gallic acid and alkali which has been exposed to the air, is 
distilled with dilute sulphuric acid, acetic acid passed over. (Bouillon 
Lagrange.) — 5. Gallic acid mixed with excess of bicarbonate of lime 
and exposed to the air, forms a bluish liquid which ultimately assumes an 
indigo colour and forms after some time a small quantity of greenish 
blue sediment. When gallic acid is heated with excess of bicarbonate 
of lime, carbonate of lime is precipitated, and the liquid, colourless at. first, 
assumes a dark blue colour, and yields dark blue flakes on addition of 
alcohol or ether-alcohol. The indigo-coloured solution assumes a fine 
amethyst-red colour when treated with acids, but becomes blue again on 
being neutralised with lime. — This product of the decomposition of 
gallic acid is called by Wackenroder, gallerythroic acid, and by Berzelius, 
eyanogallic acid. It is also produced when gallate of baryta turns blue 
by exposure to the air. 

6. Gallic acid is decomposed by chlorine. (Proust.) Chlorine-water 
forms with aqueous gallic acid, a light yellow liquid which after a while 
becomes brownish yellow, then decomposes completely and becomes 
eolourless. (Wackenroder.) — Gallate of potash is violently attacked 
by bromine and yields a brownish resin. (Cahouars, V. Ann. Chim. Phys. 
19, 507.) —7. Nitric acid heated with gallic acid forms oxalic acid. — 
8. It is very quickly oxidised by wodic acid. (Millon.)—9, Aqueous 
gallic acid mixed with bichromate of potash immediately turns brown, 
and gradually deposits brown flakes insoluble in hydrochloric acid. 

10. When it is quickly heated with ow of vitriol, pyrogallic acid 
sublimes, together with a small quantity of yellowish red matter 
insoluble in water. A mixture of 1 pt. gallic acid and 5 pts. oil of 
vitriol carefully heated to 140°, becomes first yellow-brown, then rose- 
coloured, and ultimately dark wine-red; it then contains ellagie and 
rufigallic acids. (Braconnot, Robiquet.) 

11. When gallic acid is boiled down with a solution of 2 pts. chloride 
of calcium in 5 pts. of water, carbonic acid is continuously given off; 
and when the liquid attains a temperature of 120° or 122°, a copious 
yellowish white precipitate is formed consisting of small polyhedral 
crystals. The precipitate is washed with hydrochloric acid and then 
with alcohol, pressed between paper and dried at a temperature between 
25° and 30°; it tastes like chloride of calcium, with an aftertaste of 
gallic acid, reddens moist litmus paper, and imparts a permanent black 
stain to moist paper at the point of contact. After being dried at 30°, it 
does not give off water at any temperature up to 130°. Immersed in 
water the crystals become opaque, give up chloride of calcium together 
with a small quantity of gallic acid, and yield a pulpy mass which, 
when collected on a filter, exhibits the properties of unaltered gallic 
acid, The crystals, when carefully heated, yield, first a harsh-tasting 
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liquid containing a large quantity of hydrochloric acid, and then rose- 
coloured vapours, which condense to a transparent liquid containing 
water, hydrochloric acid, and a very changeable red substance, which 
imparts to cotton a red, or, after impregnation with basic mordants,. a 
violet colour. The residue contains charcoal, and when treated with 
water, yields a mixture of lime and chloride of calcium. Subjected to 
dry distillation, it yields pyrogallic acid. (Robiquet.) — When a decoe- 
tion of gall-nuts is precipitated with chloride of calcium and the preci- 
pitate is exposed to the air for several months, it becomes brownish 
black and deposits a powder, on which shining crystals resembling 
boracic acid collect. These crystals are permanent in the air; dissolve 
readily in water and alcohol; melt when heated; then turn brown-black, 
swell up and take fire, emitting an empyreumatic odour; give off hydro- 
chloric acid when heated with oil of vitriol; and when dissolved in water 
and mixed with hydrochloric acid, deposit a white powder, which 
behaves like ellagic acid and forms a yellowish white precipitate with 
protosulphate of iron. (Hunefeldt, J. pr. Chem. 7, 222.) 

12. Gallic acid reduces ferric salts,and forms with the resulting ferroso- 
ferric oxide a black-blue compound. (Chevreul, Pogg. 17, 174.) When an 
alcoholic solution of gallic acid is mixed with an alcoholic solution of dry 
ferric sulphate and heated to between 60° and 70°, the liquid assumes a 
fine blue colour, and deposits ferrous sulphate together with resinous 
drops which solidify on cooling. (Persoz, Compt. rend. 17, 1064; 
Bichner.) Gallic acid, or an alkaline gallate, forms with excess of ferric 
hydrochlorate, first a blue-black precipitate, which immediately redis- 
solves with greenish colour, while the gallic acid is decomposed; if the 
gallic acid is in excess, the precipitate likewise disappears, and the whole 
of the ferric chloride is reduced. (Wackenroder.) When gallic acid is 
slowly dropped into excess of ferric sulphate, no colouring is produced 
or only a transient blue tint; in a solution of ferric oxide mixed with 
chlorine, no blne colour is produced even by an excess of gallic acid. 
When a ferric salt is added to excess of gallic acid, and the mixture is 
treated with neutral acetate of lead, a blue precipitate is formed, which 
dissolves in oxalic acid, forming a colourless solution; the solution contains 
both sesquioxide and protoxide of iron. The blue colour is restored by 
acetate of soda. (Barreswil, Compt. rend. 17, 789.) Ina solution of 
ferric chloride mixed with ferricyanide of potassium, the smallest quan- 
tity of gallic acid produces prussian blue. (Wackenroder, V. Br. Arch. 
27, 269.)—Ferric acetate, or a mixture of ferric hydrochlorate and 
acetate of soda, forms with the smallest quantity of gallie acid, a blue- 
black precipitate soluble in a large excess of acetic acid; the liquid 
remains blue black and transparent.— An alkaline gallate in excess 
forms with ferric hydrochlorate a blue-black liquid in which common 
salt or acetate of soda produces a precipitate which dissolves in potash, 
forming a brown-red solution. — A solution of ferrous sulphate free from 
ferric salt is not coloured by gallic acid at first; but on exposure to the 
air, the mixture gradually assumes an azure-blue colour, and after 12 
hours, a black-blue precipitate separates, the liquid retaining its blue 
colour. If the solution of ferrous sulphate is mixed with a small quan- 
tity of caustic alkali, alkaline carbonate or bicarbonate of lime, it 
immediately acquires an azure-blue colour on addition of gallic acid, and 
afterwards yields a precipitate soluble in acetic acid. —A solution of 
ferrous sulphate mixed with acetate of soda is immediately coloured 

2D2 


404 PRIMARY NUCLEUS ‘CH: OXYGEN-NUCLEUS CHS. 


azure-blue by gallic acid, and after a while yields a blue precipitate. 
(Wackenroder, Ann. Pharm. 31, 77.) 

13. Cupric acetate forms with gallic acid a copious red-brown preci- 
pitate which dissolves without colour in hydrochloric acid, and forms ~ 
with potash a brownish yellow solution which deposits scarlet 
cuprous oxide. <A similar reaction is produced with cupric sulphate. 
(Wackenroder. ) 

' 14. Gallie acid gradually reduces the solutions of the noble metals. 

15, A solution of 2 to 5 pts. of gallic acid in 80 pts. of water added 
to an excess of a mixture of strong ammonia and sulphite of ammonia, 
acquires a fine red colour, which disappears very quickly, especially if 
the liquid be heated, but returns as it cools, gradually extending from 
the surface downwards. If the heating in open vessels be often repeated, 
with addition of fresh ammonia-salt, and the liquid finally left to 
evaporate in thin layers at about 30°, the whole of the gallic acid will be 
decomposed, the only products, besides sulphite of ammonia, being 
amides of carbonic acid and traces of sulphuric acid. — If solutions con- 
taining 1 or 2 pts. of gallic acid to 8 pts. of water are treated in the 
same manner, taking care not to let them become coloured more than 
necessary, brown crystals are obtained after two or three weeks, which 
become colourless by recrystallisation, and appear to consist of gallate 
of hydrylamine (= 2C“H‘O",NH5,HO; vid. Gailamic acid). (W. Knop, 
Pharm. Centr. 1855, 709.) 


Combinations. Gallic acid dissolves in 100 pts. of cold and in 3 pts. 
of boiling water. (Braconnot.) 

It expels carbonic acid from its salts. — The Gallates are divided, 
since yallic acid is tribasic,* into tribasic (neutral) C“H*M%*%O™, dibasic 
C™“H*M?O”, and monobasic salts C4H°MO™. Besides these, gallic acid 
likewise forms salts containing 7, 8 or 10 At. of a base to 42 At. C.— 
The gallates in the dry state are permanent in the air, but in contact 
with alkaline liquids, they absorb oxygen from the air and become brown 
or black. In presence of free acid, this decomposition does not take 

lace. 
, It is only the gallates of the alkalis that are soluble in water. 


Gallate of Ammonia. a. Acid.—1. Dehydrated gallic acid is 
saturated with dry ammoniacal gas, and the excess of ammonia left to 
evaporate in vacuo. (Robiquet.) 

- 2. Ammoniacal gas is passed, nearly to saturation, into a saturated 
solution of gallic acid in absolute alcohol; and the separated salt is 
washed with absolute alcohol, and dissolved in the smallest possible 
quantity of boiling water, whence it crystallises on cooling. (Bichner,) 

The salt prepared by (1) is a white powder with a slight tinge of 
greyish yellow. (Liebig.) It separates from the aqueous solution in 
‘combination with water of crystallisation. (Robiquet.) — By (2): 
Slender six-sided prisms. The solution has a strong acid reaction. — It 
‘does not give off any thing at 100°. (Buchner). 


* In the classification given at page 204, vol. vii, gallic acid is placed, as a bibasic 

‘acid, among the compounds belonging to the primary nucleus C4H!, But, according 

to Strecker’s numerous analyses of the lead-salt (p. 410), it appears to be really tribasic 
. = C'4H°O?,08, and should therefore be included in the salene-series [L.]. 
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By (1). cate Crystallised. Biichner. 
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When immersed in aqueous ammonia and in contact with the air, it 
gradually turns red and ultimately brown. Hence it cannot be prepared 
by saturating hydrated or aqueous gallic acid with ammonia. (Robiquet.) 
—If the alcohol used in the preparation (2) contains a little water, the 
liquid saturated with ammonia decomposes in contact with the air just 
like the aqueous solution. (Buchner.) 


Gallate of Potash. —1. When an alcoholic solution of gallic acid is 
mixed with alcoholic potash, a white precipitate is immediately formed, 
which at first redissolves in the liquid. If potash be added till the 
surface of the liquid becomes covered with green veins which do not 
disappear on stirring, soft white flakes separate ont, which may be 
freed from excess of gallic acid by washing with alcohol and dried 
at a gentle heat. If the slightest excess of potash be added, the 
liquid acquires a dark green colour, and the colourless salt at first 
obtained soon becomes dark green and greasy.— The salt cannot be pre- 
pared with aqueous solutions. 

2. Quercitannic acid is added by small portions to boiling potash-ley 
of sp. gr. 1°30, as long as brisk effervescence ensues; the liquid, after 
boiling for some time is saturated with acetic acid; and the gallate of 
potash which crystallises on cooling is washed with a small quantity of 
water, repeatedly boiled with alechol, and obtained nearly colourless by 
recrystallisation with addition of animal charcoal. (Bichner.) 

White crystalline powder, soft and loose after trituration; the acid 
obtained by 2, is slightly brownish. By continued exposure to the air 
it becomes covered with a greenish film, but is not perceptibly decom- 
posed. Does not give off any water at 100°. It dissolves very readily 
in water with slight brown colour; the solution has a strong acid reac- 
tion, and if concentrated, deposits the salt in slightly brownish needles 
on addition of alcohol. (Buchner.) 
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Gallate of Soda.—Prepared like the potash-salt. 1.— White granular 
crystalline powder, easily soluble in water; the solution saturated while 
hot yields needle-shaped lamine on cooling. The salt gives off 22:03 p. c.. 
(6 At.) water at 100°. With aqueous alkalis it behaves like the 
potash salt. (Buchner.) 
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Gallate of Baryta.—Free gallic acid and gallate of soda do not 
precipitate baryta-salts. With baryta-water not in excess, or with an 
ammovniacal solution of chloride of barium, gallic acid forms a copious 
white precipitate, which quickly turns blue in contact with the air.— 
When recently precipitated carbonate of baryta is added to a boiling 
concentrated aqueous solution of gallie acid, as long as effervescence 
ensues, and the mixture is diluted with a large quantity of water and 
boiled, the pale yellow filtrate deposits on evaporation, slender needles 
which increase in quantity till nearly all the water is evaporated. 
When the liquid separated hot from the crystals is left to cool, no more crystals 
separate out, and when it is left to evaporate spontaneously, only an efflorescence is pro- 
duced. The crystals are freed from the mother-liquor, washed with 
alcohol, and quickly dried. — Slender needles, apparently belonging to 
the hexagonal system. White with a brownish tinge on the surface. 
Does not give off any water at 100°, but becomes difficult to dissolve in 
water. It is insoluble in alcohol. 


Biichner. 
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Gallate of Strontia.—Gallie acid acts upon strontia-salts in the 
same manner as on baryta-salts. Gallate of strontia is prepared in the 
same manner as the baryta-salt, but the solution must be evaporated 
nearly to dryness. White crystals, more soluble in water than the 
baryta-salt. The aqueous solution reddens litmus. The salt when 
heated to 100° does not give off water, but is afterwards difficult to 
dissolve in water; the solution is violet. Insoluble in alcohol. (Buchner.) 
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Gallate of Lime. — Alkaline gallates form with chloride of calcium a 
scanty blue-green precipitate (p. 402). A crystalline salt is obtained by 
treating aqueous gallic acid with carbonate of lime, as in the preparation 
of the baryta and strontia salts, excepting that no water is added after 
the saturation with carbonate of lime. — Thin pale yellow crusts made 
up of adhering needles. At 100°, the salt does not give off water, but 
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becomes difficult to dissolve in water. From the aqueoas solution, alcohol 
throws down white flakes which become bluish green by exposure to 
the air. 
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Gallate of Magnesia. —a. Basic. Calcined magnesia immersed in an 
aqueous solution of gallic acid, abstracts all the acid, so that a solution 
of ferric oxide afterwards added indicates scarcely a trace of gallic 
oxide. 

6. Tribasic. — Magnesia stirred up with water is added to a boiling 
solution of gallic acid, till the acid reaction is very nearly neutralised, 
If more magnesia be added than is required for complete neutralisation, the liquid 
becomes green; it must then be decanted and boiled with a small quantity of gallic acid 
solution, which takes away the green colour. The filtered liquid is evaporated. 
and the residue is freed from excess of acid by alcohol. Yellowish or 
brownish white, heavy, slippery to the touch. (Bichner.) 
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c. Magnesia is added to a boiling solution of gallic acid in such quantity 
as to leave the liquid still strongly acid. (Buchner. ) 
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2C4H?M220" + C4H*Me,20" + 16Aq.... 726 .... 100°00 .... 100°00 


d. Recently precipitated carbonate of magnesia added to a boiling 
solution of gallic acid dissolves at first ; but when a larger quantity is 
added, the liquid becomes turbid and deposits a heavy powder having 
scarcely any crystalline character. If the carbonate of magnesia be 
added in small portions, as long as effervescence ensues, the liquid then 
decanted, and the precipitate boiled with aqueous gallic acid, it becomes 
yellowish white after pressing and drying, and dissolves in hydrochloric 
acid without giving off carbonic acid. (Bichner.) 
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CMH3Mg30" + 2CHHIMg2O" + 14Aq.... 683 .... 10°00... 100-00 
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_ @ Bébasie. — 1. When a concentrated solution of acetate of magnesia 
1s gently boiled with a strong aqueous solution of gallic acid, acetic acid 
1s given off, and a white precipitate is formed, larger_in quantity as the 
gallic acid is in greater excess. The precipitate is washed with hot water 
and dried, — 2. When carbonate of magnesia is added to a boiling aqueous solution 


of gallic acid in such quantity as to leave the liquid still strongly acid, the liquid filtered 
and quickly evaporated to dryness, and the excess of acid removed by boiling with 
alcohol, there remains a small quantity of a white powder which contains 17°63 p.c. 
MgO, 33°46 C and 3°61 H, and according to Biichner, is bibasic gallate of magnesia 
with 6 At. water, which however requires 16°26 p. c. MgO, and 4°07 H. White, 


very fine, light powder. 
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Gallic acid precipitates hydrochlorate of cerous oxide, on addition of a 
small quantity of alkali, in the form of a brown inass which continually 
becomes darker in colour, and dissolves in excess of alkali, forming a 
greenish dark brown solution (Berzelius.) It likewise precipitates the 
salts of yttria and glucina.' 


Gallate of Alumina. When recently precipitated hydrate of alumina 
is added _ to a boiling aqueous solution of gallic acid, till the liquid no 
longer exhibits any acid reaction, the liquid retains only traces of acid 
and the hydrate is not altered in appearance.— A solution of alum is 
not precipitated by gallic acid unless acetate of soda is added and the 
liquid heated; the precipitate is contaminated with a basic salt of alumina, 
— Acetate of alumina heated with gallic acid to between 40° and 45°, 
yields a bulky precipitate, and if a sufficient quantity of gallic acid be 
added, the liquid does. not retain any alumina. The precipitate when 
dry forms abulky white powder, which when heated for some time to 
between 160° and 200°, does not exhibit any appreciable diminution of 
weight, and contains 29°48 p.c. Al*O*, 29-95 C, and 3°31 H, agreeing 
with the formula 5C“H°O",8Al’O? + 16HO. (Bichner. ) 

When Chromic sulphate or chrome-alum is boiled with an alkaline gallate, no 
precipitate is formed; neither does any combination take place when chromic oxide is 
added to a boiling aqueous solution of gallic acid. 


Gallate of Manganese. — Concentrated solutions of gallic acid and 
acetate of manganese, heated together, immediately yield white heavy 
granules, which assume a brownish tint during washing, and cannot be 
obtained colourless in the dry state, (Buchner.) 
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O04 H3Mn30l+. 2C4H4Mn*20" + L1Ag 795°2 .... 100°00_........ 100°00 
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. Gallate of Antimony. — Tartar emetic forms with gallic acid, or an 
alkaline gallate, a white slightly crystalline precipitate. The precipitate 
obtained with free gallic acid is permanent in the air. after washing and 
drying, insoluble in water, and contains 43:21 p.c. Sb’O*, 29°64 C and 
1:92H; it is therefore 50“H°O" 45b°O? + 6HO. (Biichner.) When ignited 
out of contact with the air, it yields a black pyrophoric mass. (Bottger, 
Beitr. 2. 41.) : 


Gallate of Bismuth. — A solution of magisterium bismuthi in a large 
quantity of acetic and a little nitric acid, forms with excess of gallic acid, 
a yellowish precipitate, which, when dried at 100°, contains 51°42 p.c. 
teroxide of bismuth. (The formula C'#H‘O°,BiO? + 7Aq requires 51°41 p.c.) 


(Bley.) 


Gallate of Zinc. — An alkaline gallate is mixed with the solution of a 
zinc salt, or free gallic acid is added to an excess of acetate of zinc; and 
the white bulky precipitate, which becomes more crystalline after a while, 
is washed and then dried at 100°. Pale grey, insoluble in water and in 
alcohol. (Bichner.) 
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Aqueous gallic acid digested with recently precipitated hydrated 
oxide of zinc dissolves but little of that substance; the yellowish green 
liquid yields on cooling silky needles of a zine-salt. The mother-liquor 
contains free gallic acid. (Bley.) 


Stannous Gallate. — When ammonia is added to a solution of proto- 
chloride of tin till a permanent precipitate forms, and the liquid is then 
mixed with excess of gallic acid, a white finely divided erystalline preci- 
pitate is produced, which after drying forms a white light powder, insoluble 
in water. (It is not produced in an acid solution.) (Bichner.) 
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Bley, by mixing protochloride of tin with gallate of soda, obtained a 
precipitate containing 55°51 pe. SnO. 


Gallate of Lead. a. Quadribasic. — Obtained by dropping aqueous 
gallic acid into an excess of a boiling solution of neutral acetate of lead. 
The precipitate, which is white and flocculent at first, but becomes light 
yellow and crystalline on boiling, is washed by decantation and dried at 


120°. (Liebig, Buchner, Strecker.) 
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Liebig. Biichner. Strecker. 
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According to Liebig, it is C!4H?Pb4O, which requires 76°90 p. c. oxide of lead. 


b. Bibasic. — Obtained by adding neutral acetate of lead to an excess 
of warm aqueous gallic acid. The precipitate, if left in the liquid, gradu- 
ally changes to a grey shining crystalline powder. (Liebig, Buchner.) 
Gives off 1 At. water between 100° and 160°. (Liebig, Buchner.) In the 
fresh state it dissolves readily in strong acetic acid. (Biichner.) When 
touched with burning bodies, it glows like tinder, and, after carbonisation 
yields a pyrophorus. (Bottger.) 


Liebig. Buchner. 
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Gallate of Iron (p- 403). The compound of gallic acid with ferroso- 
ferric oxide is obtained of the finest blue colour by adding gallic acid to 
a mixture of 9 At. ferrous salt to 2 At. ferric salt. The oxide contained 
in it is therefore 83FeO, 2Fe?0*, corresponding to ordinary prussian blue. 
(Barreswil, Compt. rend. 17, 739.) 

Gallic acid forms with cupric oxide a flesh-coloured precipitate 
soluble in excess of gallic acid: it dissolves also in carbenate of potash, 
forming a grass-green solution. (Fr. Miller, V. Br. Arch. 38, 129.) 
According to Bley, the brown-red precipitate which is formed on adding 
acetate of copper to excess of gallic acid, contains 47°50 p. ¢. CuQ; but 
if the copper-salt is in excess, it contains 50°95 p.c. CuO (compare p. 404). 


Gallate of Cobalt.—a. Polybasic. — Oxide of cobalt extracts gallic 
acid from its aqueous solution. — 6. Basic. — Obtained by adding 
hydrated protoxide of cobalt to a boiling solution of gallic acid in such 
quantity as to leave the liquid still distinctly acid. The salt when dry 
has a dark bluish red colour, It is permanent in the air. (Bichner.) 
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c. Bibasic.— When an aqueous solution of acetate of cobalt is 
evaporated over the water-bath with excess of gallic acid, a light crimson 
powder separates, increasing in quantity as the acetic acid evaporates. 
This powder is washed with water and dried over oil of vitriol. When 
dried at 100°, it becomes continually darker in colour and loses weight. 
(Buchner; comp. Bley.) 
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Gallate of Nickel. —a. Basic. — When hydrate or carbonate of nickel 
is added to a boiling aqueous solution of gallic acid, various basic com- 
pounds are formed, according as the liquid remains more or less acid. If 
the liquid is still strongly acid, a dark green heavy powder is obtained, 
greasy to the touch. (Buchner, comp. Bley.) 
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6. 1. The acid filtrate of a yields, after evaporation to dryness and 
extraction of the free gallic acid by alcohol, a coarse brown-green 
powder. — 2. When acetate of nickel is boiled with excess of gallic acid, 
a light green powder is precipitated, permanent in the air. (Buchner.) 


Mercurous Gallate. — Mercurous oxide forms with a hot aqueous 
solution of gallic acid, a heavy white powder. (Harff.) 

6. Mercurous nitrate forms with gallic acid or an alkaline gallate, a 
white precipitate which becomes yellowish during washing and drying. 
It dissolves in strong nitric acid, and is not decomposed by boiling with 
water. (Harff.) 
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2CMHSHe!0" + CHH®Hg20" + 7Aq .... 1966 .... 100°00 


Mercurie Gallate. — Obtained by mixing mercuric nitrate with gallic 
acid or an alkaline gallate. It is red at first, but after washing and dry- 
ing forms a rust-coloured powder. It dissolves in nitric and in hydro- 
chloric acid. 
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Ammonio-mercurous Gallate. — Mercurous gallate forms with ammonia 
a black insoluble powder, containing 87 71 p. c. mercurous oxide. (Harff.) 


Ammonio-mercuric Gallate. — Dark grey powder containing 73°98 p. c. 
mercuric oxide. (Hartt.) 
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Gallic acid does not precipitate nitrate of silver. 


Gallic acid dissolves readily in alcohol, sparingly in ether. 

It does not precipitate gelatin.—Gelatin is precipitated by a mixture of gallic 
acid and gum (Pelletier), but the precipitate is less coherent than that produced by 
tannin. (Mulder.) 

Gallic acid does not precipitate vegetable bases. 


Appendix to Gallic Acid. 


Rufigallic Acid. C’™H*O®. 


Ropiquet. (1836.) JL’ Institut. 1836, No. 161.—J. Pharm. 22, 483. 
Ann. Pharm. 19, 204.—dJ. pr. Chem. 8, 122.— Pharm. Centr. 
1846, 634. 


When a mixture of | pt. gallic acid and 5 pts. oil of vitriol is carefully 
and gradually heated to 140°, and the somewhat viscid liquid, which has 
assumed a wine-red colour (p. 402) is poured into water, after cooling, 
light flakes of ellagie acid separate, together with a heavy, brown-red, 
granular precipitate. This precipitate is separated by levigation from 
the lighter flakes, and all the sulphuric acid is washed out from it 
with water. It amounts to nearly two-thirds of the gallic acid used. 

Smali shining crystals of a crimson colour. Gives off 10°5 p.c. 
water at 120°, and then consists of C’*H*O® (therefore gallic acid minus 
2 At. water). : 

Begins to blacken at 120°, and decomposes at a stronger heat, becom- 
ing carbonised and covered with small cinnabar-coloured crystals. It is 
not decomposed by potash in contact with the air. 

It dissolves in 3333 pts. of boiling water. It dissolves in potash-ley, 
neutralising the alkaline reaction; and the solution, after awhile, 
deposits coloured crystals very soluble in water which appear to be 
rufigallate of potash. To fabrics impregnated with alum or iron 
mordants, it imparts the same shades of colour as madder. The colours 
thus produced withstand soap but not chlorine. 


Tannomelanic Acid, 
Putt. Bucuner. (1845.) Ann. Pharm. 53, 271. 


Quercitannic acid is added to boiling potash-ley of sp. gr. 127, till no 
more effervescenée ensues; and the liquid is boiled with fresh portions of 
‘water till a sample saturated with acetic acid remains clear on cooling 
and no longer deposits crystals of gallic acid; it is then mixed with 
excess of- acetic acid, which gives rise to considerable evolution of 
carbonic acid. The dry residue obtained by evaporation over the water- 
bath is freed from acetate of potash and undecomposed gallic acid by 
treating it with alcohol; then dissolved in water, mixed with acetic acid, 
‘and precipitated by neutral-acetate of lead, which throws down a black- 
brown precipitate, forming a fine powder when dry. 
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The calculation is that given by Gerhardt (Trraité, 3, 876); Biichner gives the 
formula C4H407,2PbO. 


Oxygen-nucleus C4H*O8, 


Chelidonic Acid. 
C#4#HAO 2 — (Cridate rede h 


Prosst. (1838.) Ann. Pharm. 29. 116.—Pharm. Centr. 1839, 209. 
Lercu. Ann. Pharm. 57, 273.—J. pr. Chem. 38, 180, 191.— Pharm. 

Centr. 1846, 449. ; 
Hutstein. WV. Br. Arch. 65, 28. 


Sources. Inall parts of the Chelidoniwm majus, in small quantity, asso- 
ciated with malic acid and another acid, probably fumaric; most abundant 
at the flowering time. (Lerch.) 


Preparation. 1. The fresh or dried herb or the root of Chelidonium 
majus is exhausted with warm water containing carbonate of soda; the 
clarified liquid (or the recently expressed juice) is supersaturated with 
nitric acid and precipitated with nitrate of lead, not in excess; the preci- 
pitate, after being washed with water, and repeatedly treated with very 
dilute nitric acid to remove the lead-salt of another acid, is decomposed 
with hydrosulphate of soda; and the liquid is boiled with sulphide of 
lead and animal chareoal, the excess of sulphide of sodium being decom- 
posed by an acid. The filtrate is somewhat concentrated and dilute 
sulphuric acid added as long as chelidonic acid continues to separate; and 
the filtrate, after further evaporation, deposits an additional quantity. 
Probst.) — 2. Lerch coagulates the expressed juice of the herb by boil- 
ing, acidulates the filtrate with nitric acid, and precipitates the cheli- 
donic acid by addition of nitric acid not in excess. (If too little nitric acid 
be added, large yellow flakes separate which settle down but slowly ; if too much, no pre- 
cipitate is formed.) Hutstein uses 1 drachm of nitric acid sp. gr. 1°3 to 2 lbs. of juice. 
The precipitate, containing colouring matter anda lime-salt which cannot 
be removed without loss by washing with dilute nitric acid, is suspended in 
water and decomposed by passing sulphuretted hydrogen through the liquid 
for several days ; and the liquid is neutralised with chalk and evaporated 
till a crystalline crust forms; it then on cooling deposits the greater 
part of the lime-salt almost pure, in needles having a silky lustre. From 
the lime-salt, the pure acid may be obtained by repeated crystallisation 
from dilute nitric acid; but it is better to decompose it with carbonate of 
ammonia, and mix 1 pt. of the cold-saturated solution of the ammoniacal 
salt with 2 pts. of moderately diluted hydrochloric acid; the mixture 
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then solidifies to a crystalline pulp which may be freed from hydro- 
chloric acid by washing with water, and recrystallised from water. (Comp. 
Hutstein.) 

The hydrated acid thus obtained yields the dry acid when heated to 
100° or left over oil of vitriol. 


Properties. Colourless. Has a very sour taste. (Lerch.) 


At 100°. Lerch. 

£ AS Cees See S45, P40 OD. bree 45:40 
TEL yee ee ers 4 PAS Ve apSenee 6 2°36 
LO eee 96 Do Loh 52°24 
C4HAO! 184 100-002... 100°00 


Decompositions. 1. The acid dried at 100°, gives off 2:0 p. c. (3 At.) 
water at 150°. [Is there nothing but water given off, and is the residue still chelidonic 
acid? L.) Ifthe heat be continued, no further loss takes place short of 
210°; but at that temperature the acid sustains a considerable though not 
determinable loss; between 220° and 225°, decomposition takes place, the 
residue becoming soft, blackening, and giving off carbonic acid. The 
black mass, treated with water, yields an acid which crystallises in 
yellowish crusts.-— Chelidonic acid burns with slight detonation when 
heated in the air.— 2. It is scarcely attacked by strong nitric acid; but 
moderately dilute nitric converts it, with evolution of nitric oxide and 
carbonic acid, into another acid; malic acid does not appear to be formed.— 
3. Chelidonic acid dissolves without decomposition in cold oil of vitriol; 
but on the application of heat, the solution becomes yellowish, and gives 
off gas-bubbles, assumes a fine purple-red colour at the boiling heat, but 
after long boiling, gives off sulphurous acid and acquires a dull undefinable 
colour, — 4. When the lime-salt is boiled with potash, oxalic acid is 
produced. (Lerch.) 


Combinations. With Water.—a. Hydrated Chelidonice acid. — An 
aqueous solution of chelidonic acid gradually evaporated deposits long 
silky needles, which give off 12°7 p. ¢. (8 At.) water at 100° or over oil 
of vitriol. A boiling solution quickly cooled yields small interlaced 
needles, which convert the entire liquid into a solid mass, and give off 
8:92 p. c. (2 At.) water at 100° or over oil of vitriol. (Lerch.) Crys- 
tallised chelidonic acid effloresces in the air even at ordinary tempera~ 
tures. (Probst, Lerch.) 

b. Aqueous Chelidonie acid. — The acid dissolves sparingly in cold, 
more abundantly in hot water, so that the solution solidifies on cooling. 
(Lerch.) It dissolves in 166 pts. of water at 6° and in 26 pts. of boiling 
water. (Probst.) 

The acid dissolves in hydrochloric and sulphuric acids more abundantly 
than in water. (Lerch.) 


Chelidonates — Chelidonie acid is a strong acid, dissolving zine and 
iron with evolution of hydrogen, and expelling carbonic acid from its 
compounds, The Chelidonates are divided into monobasic, C'H?MO®, 
bibasic or neutral, C’*H*®M?O” (see vii. 204), tribasic C'4HM?O”?,HO or 
C™“H?M?0",MO, and acid salts C4H3MO” + C4H‘O”, 
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The dibasic chelidonates are formed when the acid is neutralised with 
a metallic oxide or a carbonate; with alkalis or their carbonates, tribasic 
salts are apt to form. Most of the bibasic salts are soluble in water and 
erystallisable; they contain several atoms of water, which are given off 
at or above 150°; the ammonia and silver salts however become anhydrous 
at 100°. Those which contain colourless bases are themselves colour- 
less. They have no action upon litmus. — The monobasic salts are 
produced by heating the bibasic salts with about 4 of their weight of free 
chelidonic acid or a dilute mineral acid. If the acid is in excess, acid 
salts are produced. ‘Ihe monobasic salts are resolved by repeated recrys- 
tallisation into acid and bibasic salts. — The ¢rebaszc salts are formed by 
treating the bibasic salts with a caustic alkali or alkaline carbonate. 
Those which contain colourless bases have a fine lemon-yellow colour; 
those which are soluble impart a deep colour to the water. Most of 
them contain several atoms of water, which do not escape at 100°. They 
have no reaction upon litmus. They are decomposed by continued 
contact with water; those of the alkalis absorb carbonic acid from the 
air and yield a bibasic chelidonate and a carbonate. — The existence of these 
tribasic salts has given rise to the supposition that chelidonic acid is a tribasic acid (vid. 
Gerbardt, Trailé, 3, 758) [perhaps correctly, even though there is no known salt to 
which the formula C4HM?O2 can be positively assigned. L.]. According to Berzelius, 
who assumed a hypothetical anhydrous chelidonie acid = C4H%O, the bibasic chelido- 
nates treated with caustic alkalis or alkaline carbonates yield a new acid, chelidinic acid, 
which in the hypothetieal anhydrous state is C'4'H*O”, and is reconverted into chelidonic 
acid, as soon as the third atom of base united with it finds an opportunity of uniting 
with another acid, even if as feeble as carbonic acid. Lehrb. 5, 2¢3.) 

The acid chelidonates crystallise from the solutions of the bibasic 
salts in hot hydrochloric acid, in delicate needles or scales which do not 
give off their water of crystallisation at 100°. They redden litmus, 
and may be recrystallised, but give up their base when repeatedly treated 
with hydrochloric acid. 


Chelidonate of Ammonia. — Bibasic. — A boiling dilute solution of 
the bibasic lime-salt is neutralised by carbonate of ammonia, and the 
filtrate evaporated; it then on cooling yields the ammonia-salt in snow- 
white silky needles. The solution abandoned to spontaneous evaporation, 
ultimately solidifies to a transparent mass, which when collected and 
drained on a filter, yields the salt in long capillary crystals resembling 
a knot of the finest silver-white hair. — It effloresces in contact with the 
air, gives off 14:23 p.c. (4 At.) water at 100°, and then exactly resembles 
sulphate of quinine. (Lerch.) 


At 100°. Lerch. 
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The salt does not give off ammonia, either when exposed to the air 
at ordinary temperatures, or when heated to 100°. Heated above 160°, 
it turns brownish and gives off carbonate of ammonia; the residue does 
not contain any other acid. By repeatedly evaporating the solution 
and redissolving the residue, it is converted into the acid salt. It does 
not form a tribasie salt when treated with carbonate of ammonia or 
caustic ammonia. (Lerch.) 
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Chelidonate of Potash. — a. Tribasic. —1. The concentrated solution 
of the bibasic salt is coloured yellow by potash and solidifies in a erys- 
talline mass. —2. When alcoholic potash is added to an alkaline 
solution of the salt 6, the yellow mixture becomes turbid and deposits 
amber-coloured crystals of the tribasic salt, which, when repeatedly 
washed with warm alcoho], bake together into a soft amber-coloured 
mass, which, if dissolved in the smallest possible quantity of boiling 
water, yields crystals on cooling. 

Dark yellow; effloresces in the air, but does not react upon litmus. 
Absorbs carbonic acid from the air, becomes moist, and then exhibits an 
alkaline reaction. (Lerch.) 

6. Bibasic. — Obtained by neutralising the acid with carbonic acid; 
erystallises in small flocculent, aggregated needles; dissolves readily in 
water. (Probst.) 


Chelidonate of Soda.—a. Tribasic. — Resembles the potash-salt. 

6. Bibasic. —1. Obtained by neutralising the acid with carbonate of 
soda. — 2. The dilute solution of the lime-salt is precipitated by car- 
bonate of soda, avoiding an excess, which would be indicated by the 
liquid assuming a yellow colour. — Delicate silky needles, which 
eflloresce readily in contact with the air. It gives off 15°5 per cent. 
(5 At.) of water at 100°, and 5°65 p.c. (2 At.) more between 150° 
and 160°. (Lerch.) After drying at 100°, it dissolves in 15°5 parts of 
water at 150°, and much more abundantly in hot water. (Probst.) 


Ale 50: Lerch. 

22N a OME... eR eee 62 2631 Varn 26°79 
AE: So 0 coc erie Aes 84 hip ek gue re 35°38 
i Sel haem shea Ae aR) a i Mle oo eee 1°35 
LO 6 2a See eer 88 37°13 44S 36°48 
C4H2N@ZOP + AQ a7... 257 100-00 22%... 100°00 


c. Monobasic. — The aqueous solution of a is mixed with about 3 pt. 
of chelidonic acid, the mixture boiled, and the needles which separate on 
cooling, purified by recrystallisation. (Lerch.) 


At 100°. Lerch. 

NaQo hie cee 2 all L2°SiP Ses 12°66 
LAC) Oe a eae 84 Re Ve Le ® Boe S437 
(OH Bah 2 Rea 7 2°85 ete 3°16 
| OMA oe ee 120 BOSS ecu 49°81 
C4H®NaO” + 4Aq........ 242 10000). 100:00 


d. Acid (p. 415). — Delicate needles or scales. 


At 100°. Lerch. 
NaQOws id. stad ei adeb ied hit Obes TPL Ar eese ‘16 


CH *NaO”™ CEH*O sb Ag... 465 ©. 10000 


Chelidonate of Baryta. —a. Tribasic. — The aqueous solution of the 
salt 6 is mixed with ammonia; the yellow mixture heated and precipitated 
with chloride of barium; and the lemon-yellow precipitate quickly washed 
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with water. — Lemon-yellow fpowder. Does not give off its water of 
crystallisation at 100°. Absorbs carbonic acid from the air. Sparingly 
soluble in water, insoluble in alcohol. (Lerch.) 


At100°. Lerch. 

a Le @ Sc cake sneer net ie eae a eke 229°8 pag Wo sueprenss 51°80 
1135 L057) ROU Steep pened eae rae 84°0 19°06 es 18°88 
FONE yA ee cate eee a 70 1:5 Siete: Lee 
1 sal 0 Deke ee ee ee ee eee A 120°0 D722 30 By bee 27°60 
C¥H?BvO’,BaO + 5SAq,... 440°8° ... 100°00' ....... 100°60 


6, Bibasic. 1, Obtained by neutralising the aqueous acid with car- 
bonate of baryta. —2. Better: by adding baryta-water to the aqueous 
acid till the salt separates out.— 3. By double decomposition of the 
lime-salt with a baryta-salt. — Hard transparent crystalline grains. 
The solution bas no action upon litmus. The salt does not give off 
any water at 100°. It dissolves very sparingly in water either hot or 


cold. (Lerch.) 


At 100°. Lerch. 

2iBaO Pere eee T5372 Cs BNET: sna ane 45°10 
LAC eg a 84°0 24-9 leer ee 24°71 
AT ete ee eh a rie 9 4°0 1 NE a eee 1235 
BN hess’, Bee cs 96°0 DRA Fre Renate 28°89 
C#H?Ba2O! + AAG) OO 2 fee LOU 00 Gan 100°00 


Chelidonate of Strontia. — Obtained by dissolving carbonate of strontia 
in the aqueous acid. Crystallises on cooling in slender needles, which 
after drying appear interlaced like wool. After drying at 200°, it 
dissolves in 240 pts. of water at 16° (Probst. ) 

Acid. — Slender needles or scales. 


At 100°, Lerch. 
BA. ieee Aa BM a eience sn ooeis COEDS ver ALD OEE suoices 16°26 
CSO er eee 404°0 84°06 
CEH BaO!* + CHO" + 5Aq <4... 480°6 100°00 


Chelidonate of Lime.— a. Tribasic.— 1. Produced from 6 by boiling 
with ammonia, almost without change of form.— 2. When the solution 
of b is mixed with lime-water, no action takes place in the cold, but at 
the boiling heat, the liquid assumes a yellow colour, the alkaline reaction 
of the lime-water disappears, and a yellow precipitate separates; the 
addition of lime water must be continued till the liquid remains alkaline. 
——An admixture of carbonate of lime is unavoidable. — 8, Prepared like the 
baryta-salt. — Yellow powder, soft to the touch, sparingly soluble in 
water, insoluble in alcohol. (Lerch.) 


At 100°. Lerch. 

ph a Repl ee teen pent 84 Vo ta ae ar ety 28°88 
1G. ee he hee en i mtr tate e 84 PSSATO Te eis 28°84 
Fee i cee Ee ates WA ee oe 7 2°37) iets e775 
LOG A eRe Ae RR 120 AOSH9 © Scents 39°53 
C4H2Ca#220",CaO + 5Aq .... 295... TOOL0 Ge. .-:- 100°00 


Tot. X1i. QE 
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b. Bibasic. — Occurs in the herb of Chelidoniwm majus. For the pre- 
paration, see page 413.) Gives off 5 At. water at 150°, the sixth at 200°, in 
all 18°62 p.c. (6 At.) It dissolves sparingly in cold, abundantly in 
boiling water, whence it crystallises for the most part on cooling; it is 
insoluble in alcohol. 


At 200°. Lerch. 
2(4OFe ee. 56 25°22 
14: Cooeeeke..5. 84 S774 Sere 37°45 
ys Re ee 2 0:90. cases 1<}2 
big & 3 ran SN eee 89 36°04 
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At 100°. Lerch. 

DUAL) mitre cmmetiaett tee 56 PAY gh! 8 aaa 20°28 

ae. ae. BE nate, 84 1s ae a i 30°68 

ORM, see. 8 SAO 05....5, 3°04 

4 WG oh erties Sead» atten in ger em es 128 46°38" Fae 46°00 

CHEZ Ca7 OM 2 GAC antes 0, ope OU DOL sola 100°00 

At 150°. Lerch. 

AO) 5 atevietitbeteeeicctis. Oe dict) 24° 24 we tanceg hee ee 
CeO ee ey aeonecn tes LD ee OLED 
CMRP CaO} + Ag) ae 251 100°00 


At 100°. Lerch 

O25 § I ee Te: ie rt GRD BI i 28 6°62 Dyes 
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Chelidonate of Lime and Potash.— When an undiluted solution of 
the bibasic lime-salt is mixed with an equivalent quantity of carbonate 
of lime, 1 At. of lime is precipitated, anda tribasic chelidonate is formed, 
containing 2 At. calcium and 1 At. potassium. —In a very dilute 
solution, the whole of the lime is immediately precipitated by carbonate 
of potash. (Lerch.) 


Chelidonate of Magnesia. — Obtained by dissolving carbonate of 
magnesia in hot aqueous chelidonic acid, till the liquid is neutralised. 
Crystallises on cooling, in bifurcate needles, which effloresce in the air, 
and after drying at 100°, dissolve in 79 pts. of water at 16°, more readily 
in hot water. (Probst.) 

From a mixture of chrome-alum with an alkaline chelidonate, a salt 
having a fine bright green colour is precipated on application of heat or 
addition of ammonia. (Lerch.) 

By saturating the aqueous acid with oxide of zinc, a liquid is formed, 
which has an acid reaction, a sweetish astringent taste, and yields 
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crystals as it cools. These crystals, after drying at 100°, dissolve in 
140 pts. of water at 14°, more readily in hot water. (Probst.) 


Chelidonate of Lead. —a. Sexbasic. — The salt ¢c mixed with ammonia 
is added to basic acetate of lead. Dark yellow. 


' Lerch 
I. Ue at 100°. 
GB RDO FR . casdes-cemisy BOL ee OU" Lom O EDO ryreccterer recs O720 55.9.0 Uae OU L0G 
0 eee UGG Oe hae Cle EE ee eae nt To270 cee o 7 
C¥H70" 6PbO.... 836°8 .,.. 100°00 C4HPb3O,3Pb0.... 82°78 .... 100-00 
Calculation I is by Lerch; II by Gerhardt (Traité, 3, 763). 
6. Tribasic.—1. Obtained by treating c with ammonia. — 2. The 


solution of bibasic chelidonate of lime, mixed cold with basic acetate of 
lead, yields yellowish white flakes containing 2 At. water, which are 
given off between 150° and 160°, the salt then turning yellow. If the 
solutions are mixed at the boiling heat, the anhydrous salt is produced 
at once in the form of a yellow precipitate. — Lemon-yellow amorphous 
powder, darker if mixed with a; decolorised and decomposed by acids; 
insoluble in water and alcohol, soluble in lead-salts. 


Precipitated boiling. Lerch. 
=m] Belg) Oe en eer Sree pot ak Do Oe ook OOL92. Os asa. 67°06 
112 a Oc Sener eC ae Sa Oes wee EL Oro Bake on. 15:90 
C8 i Ieper alder neem baton 2°0 Ge Ki reer 0°52 
TORO. eee 80°0 UDB et ale ee 16°52 
Ci zPbeOe, PbO... 501°4 100;00mpe a 100:00 
Precipitated cold. Lerch 
SIE DO Mae anciaiinee > aaee S20 A cepa O45 01 Maite. 65°03 
CeO oniiek a amt 166:0 31:96 
PAG SEO pee oe See ere ae 18:0 Le cgene, 3°60 


CHH?Pb-OU PpOr+ t2Aqs.2519°4> 2 7.7100:00 


c. Bibasic. — When a solution of the lime-salt is mixed with nitrate 
of lead, the liquid becomes turbid and deposits small shining crystalline 
scales or slender needles, which are insoluble in water, and dissolve in 
lead-salts and in strong nitric acid, but not in fuming nitric acid. 

After drying at 100°, it gives off 4:23 p.c. (2 At.) water at 200°. 
(Lerch.) 


At 200°. Lerch. 
DO) eee each 225 Uae 07 AU 
TAG Cate rerantecscatce. CAs (eer ee ere 2 Oo 
OA aes cea Ai Re PAM fe dip O25, eet ee 0°68 
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Cate 
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Lerch. 

Ad es U RS bee pie are 998 Gey 54566) ¢ 4.3 54°68 

14 Ca AG ae O44)” 2 061 Be 20°48 
FD: Oh ee Ee Ah) & ip NOOB eae oa 1:03 
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When the solution is heated with strong nitric acid, an acid salt is 
produced, which forms the tribasic salt when treated with alkalis. 


Ferrous Chelidonate. — The aqueous acid dissolves iron. 


Ferric Chelidonate.—a. The solution of iron in chelidonic acid 
passes to a higher degree of oxidation during evaporation, and deposits a 
dingy yellow precipitate. — 6. The bibasic soda-salt forms with aqueous 
sesquichloride of iron, a dingy yellow precipitate, somewhat soluble in 
acetic acid and in excess of sesquichloride of iron; it does not diminish 
in weight at 100°, and if set on fire at one point, burns away with a 
sparkling light, leaving charcoal and sesquioxide of iron. (Lerch.) 


Lerch 
BOO OS i occe sy ober BO a8 oot able 32°60 
ee ie ee 1667... 07 40 
C4#H?2O0!9, FeO ........ 246 .... 100°00 


When chelidonate of potash is mixed with excess of sesquichloride of 
iron, the greater part of the ferric chelidonate remains dissolved; the 
pale yellow filtrate gradually assumes a darker colour, and ultimately 
becomes black-brown and opaque, but recovers its pale yellow colour 
after some time; on heating the liquid, the changes of colour take place 
more quickly. The dark brown liquid forms with ammonia a rusty 
brown precipitate, which becomes black when treated with a larger 
quantity of ammonia (probably from formation of protoxide of iron); 
the liquid, after having recovered its pale yellow colour, forms with 
ammonia a red-brown precipitate containing 57°65 p. c. Fe*O?, 7°32 C 
1:5 H and 33°56 0; the organic substance contained in it corresponds 
therefore to the formula C’H*O™, (Lerch.) [It probably contains nitrogen 
in the form of ammonia or of an amide. | 


Chelidonate of Copper. — The hot solution of chelidonate of soda 
mixed with sulphate of copper, yields by cooling or by slow evaporation, 
greyish green crystals sparingly soluble in water. (Probst.) 


Chelidonate of Silver. —a. Zribasic.— When the ammoniacal solu- 
tion of the bibasic lime-salt or tribasic potash-salt is precipitated with 
nitrate of silver, a lemon-yellow precipitate is formed, which becomes 
greenish even during filtration, and when dried in vacuo over oil of 
vitriol, assumes a yellow-brown colour, and is then no longer soluble in 
ammonia. On mixing the hot solutions, the decomposition takes place 
still more quickly. In consequence of this tendency to decomposition, the amount 


of carbon formed by combustion varies by more than 1 per cent.; the percentage of 
silver-oxide formed varied from 68°08 to 68°85. (Lerch.)  [Lerch’s formula 
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C4H?01,3AgO requires 67°70 per cent. of oxide of silver; the formula C4HAg30” 
requires 68°91 p.c. As the salt decomposes during filtration, the analysis may be 
expected to give more silver than the formula requires. L.] 

Bibasic, 1. Obtained by dissolving oxide of silver in chelidonie acid. 
— 2. When the bibasic lime-salt is precipitated by nitrate of silver, and 
heated to the boiling point, the salt ecrystallises on cooling from the 
resulting solution, and may be purified by recrystallisation. — Long, 
colourless silky needles, resembling acetate of silver. Permanent in the 
air at ordinary temperatures, and not altered by heating to between 
100° and 180°. Between 140° and 150°, it decomposes with slight 
detonation. It dissolves in water, ammonia, and strong nitric acid, but 
not in alcohol. 


Anhydrous. Hydrated. Probst. Lerch. 
cia AW RAEN Anes BOO 29 Cro ee eT 0G OO Dae tO 7-00 
PAG ee ke. SOF Ciro EY 146 ava. 64... 20°64 20°48 
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Chelidonate of Silver and Calcitum.— On mixing a concentrated 
ammoniacal solution of the bibasic lime-salt with a concentrated solution 
of nitrate of silver, a light yellow precipitate is formed, which alters but 
aie in drying, and is decomposed by water only after continued boiling. 

Lerch.) 


Anhydrous. Hydrated. Lerch. 
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Chelidonic acid dissolves at 12° in 700 pts. of alcohol of 75 per cent. 
(Richter, Probst.) 


Meconic Acid. 
C“H‘O" — CT O2.0F 


SERTURNER a( la05)\iuAel 7 lo uli 284 elds I As Gulb, po, aoe 
57, 183; 64, 65. 

Secuin. dnn. Chim. 92, 228. 

CuHouutant. Gilb. 56, 349. 

Ropiquet. Ann. Chim. Phys. 5, 282; also Gilb. 57, 163.—Ann. Chim. 
Phys. 51, 236; also J. Pharm. 19, 67; also Ann. Pharm. 5, 90.— 
Ann. Chim. Phys. 53, 425; also J. Pharm. 20, 79.— Prarm. Centr. 
1833, 209. 

A. Voce. Schw. 20, 196; Repert. 4, 40. 

Joun. Berl. Jahrb. 1819, 156. 

Lizsia. Pogg. 31, 168; also Ann. Pharm. 7, 37.—Ann. Pharm. 26,11 8 
and 147.—Pharm. Centr. 1834, 202. 
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Wackenrover. JU. Br. Arch. 25, 167.—Pharm. Centr. 1841, 474, 586. 

Stennouse. Phil. Mag. J. 25, 596; also Mem. Chem. Soc. 2, 113; 
also Ann. Pharm. 51, 231; also J. pr. Chem. 38, 353.— Pharm. 
Centr. 1844, 129. 

H. How. LZdinb. Phil. Trans. 20, 401.—Ann. Pharm. 83, 250. 


Mohnstiure, Opiumsiure, Acide meconique.—In opium and in unripe poppy- 
heads [? L.].—Discovered by Sertiirner, but the more exact investigation has been 
made principally by Robiquet and by Liebig. 


Preparation. 1. The aqueous decoction of opium is treated with 
ammonia to precipitate the morphine; the filtrate concentrated ; a small 
additional quantity of morphine precipitated by ammonia, the filtrate 
diluted with water and precipitated by chloride of barium; the precipitate, 
consisting of meconate of baryta, brown colouring matter, and a small 
quantity of morphine, is mixed with alcohol, and decomposed by digestion 
with the exact quantity of dilute sulphuric acid required for that purpose; 
and the filtrate, after being concentrated by evaporation, is left to evaporate 
further in vacuo; it then yields coloured crystals of meconic acid. The 
liquid filtered from the meconate of baryta yields when evaporated, a 
further quantity of the same salt. (Sertiirner.) 

In consequence of this solubility of the meconate of baryta, the product is but 
small (Robiquet). An excess of sulphuric acid chars the meconic acid (Pelletier). 
The hotter and more concentrated the sulphuric acid, and the longer it works, the 
more completely is the meconic acid converted into comenic acid. If the decoction of 
opium, after being precipitated by ammonia and filtered, be not well purified before 


the chloride of barium is added to it, the greater part of the meconate of baryta will 
remain dissolved (Merck). 


2. Pelletier (Ann. Chim. Phys. 50, 250) proceeds in the same manner 
as Sertiirner, but uses baryta-water instead of chloride of barium, and 
removes the greater part of the brown colouring matter from the preci- 
pitate by repeated boiling with alcohol. 

3. Opium is exhausted with strong alcohol and the tincture mixed 
with chloride of barium, which precipitates nearly all the meconic acid 
as nearly pure baryta-salt; this salt is then washed with alcohol and 
decomposed by sulphuric acid. (Merck, Repert. 32, 87.) 

4. The filtered decoction of 100 pts. of opium is boiled with 2 pts. of 
magnesia; the liquid filtered; the grey powder which remains on the 
filters, freed from colouring matter and morphine by means of hot alcohol; 
the remaining powder, consisting of basic meconate of magnesia, dissolved 
in a small quantity of cold very dilute sulphuric acid; the solution pre- 
cipitated by chloride of barium; the liquid again filtered; and the 
reddish precipitate of sulphate and meconate of baryta decomposed by 
long-continued digestion with dilute sulphuric acid; after which the 
liquid is diluted with a large quantity of water, filtered and evaporated; 
and the coloured crystals thereby obtained are washed with a small quantity 
of cold water. (Robiquet )— Or the magnesia-precipitate, after being 
exhausted with alcohol, is treated with a small quantity of cold very 
dilute sulphuric acid to remove the excess of magnesia; the liquid is 
decanted; the residue heated to the boiling point with an excess of a 
mixture of 1 pt. oil of vitriol and 2 or 3 pts. of water; the liquid filtered at 
the boiling heat; and the still brown crystals of the acid which separate 
on cooling are collected. (Robiquet.) [These crystals are probably comenic 
acid. Gm.) ] 

5. The decoction of opium freed from morphine by ammonia as in 1, 
is precipitated by chloride of calcium; and the impure neutral meconate of 
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lime, amounting to about 8 per cent. of the opium, is carefully washed and 
suspended in six times its bulk of hot water, then mixed with hydro- 
chloric acid till it is converted into a crystalline powder of pure 
meconate of lime. 103 pts. of this powder are then decomposed by diges- 
tion with water containing 36 pts. of crystallised oxalic acid, and the 
filtrate is decolorised by animal charcoal. (Winkler, 2epert. 45, 460.) 

6. Opium is exhausted with dilute potash; the filtrate precipitated 
by chloride of calcium; and the precipitate washed with water and boiling 
alcohol (according to Robiquet, it is better to exhaust the opium with water at 38°; 
neutralise the extract with coarsely pounded marble; evaporate to a syrup; mix with 
concentrated solution of chloride of calcium, whereby the meconate of lime is more 
completely separated in proportion as the liquids are more concentrated ; then wash the 
precipitate with water and press it). 1 pt. of it is then suspended in a mixture of 
3 pts. commercial hydrochloric acid and 20 pts. boiling water; the mixture 
kept at a temperature short of 100°, and frequently shaken, till the 
whole is dissolved; and the acid meconate of lime which separates on 
cooling, is collected on linen, washed with a small quantity of water, and 
redissolved after pressure in a mixture of 3 pts. of hydrochloric acid and 
20 pts. of hot water, avoiding ebullition. The liquid then yields on cool- 
ing crystals of meconic acid nearly free from lime, while the mother- 
liquor, in consequence of the excess of hydrochloric acid, contains 
scarcely any meconic acid. The still coloured crystals, after being 
washed and pressed, are dissolved in 16 pts. of hot water; the liquid is 
strained through linen; and the filtrate is mixed with two-thirds of the 
original quantity of hydrochloric acid; on cooling it yields crystals of 
meconic acid free from lime but still coloured. These crystals are 
suspended in cold water, neutralised with carbonate of potash and 
heated to 100°, with gradual addition of water in quantity just sufficient 
to dissolve them; the solution which solidifies on cooling is well pressed 
(the liquid which runs off yields impure meconic acid when treated with 
excess of hydrochloric acid); the expressed mass, which is not yet quite 
white, is redissolved in the smallest possible quantity of boiling water; the 
solid mass obtained on cooling is again pressed; and this treatment is re- 
peated till a pure white productis obtained. Lastly, this pure meconate of 
potash is dissolved in 16 to 20 pts. of hot water; the acid meconate of 
potash which separates on cooling is mixed on linen with a small quantity 
of cold water, pressed, and redissolved in 16 pts. of hot water; the 
solution is mixed with 2 or 8 pts. of hydrochloric acid; and the crystals 
of pure meconic acid which form on cooling are washed with cold water, 
and recrystallised from solution in the smallest possible quantity of 
boiling water. (Gregory, Ann. Pharm. 24, 43).—-The mother-liquor 
expressed from the potash-salt, still yields a quantity of impure meconic acid when 
treated with hydrochloric acid. Paper-filters [probably on account of the iron contained 
in them] cannot be used in any part of the process. (Gregory.) — The chloride of 
calcium precipitate suspended in ten times its bulk of water is mixed and well stirred 
up with hydrochloric acid at 90° till the greater part of it is dissolved ; the hot liquid is 
filtered through paper which has been completely freed from iron by hydrochloric acid ; 
the delicate needles of acid meconate of lime which separate on cooling are pressed be- 
tween linen, dissolved in the required quantity of water at 90°, decomposed by a quantity 
of hydrochloric acid equal to half that of the chloride of calcium precipitate ; and the 
liquid is heated for a few seconds, but not to 100°, and then left to cool slowly. If 
lighter crystals of the lime-salt should form above the more densely interlaced crystals 
of meconic acid, the former may be separated mechanically ; orif the crystallisation takes 
place too rapidly to admit of this mode of separation, the whole must be redissolved in 
hot water, and the remainder of the lime removed by fresh hydrochloric acid. The 
crystals of the acid obtained in either way— which should burn away without residue 
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—are collected on a filter previously purified with hydrochloric acid, washed with cold 
water, and purified by recrystallisation from hot water; they retain however a brownish 


colour, which may be removed by treatment with potash &c. according to Gregory’s 
method. (Robiquet.) 


How heats the crude acid free from lime with twice its weight of 
water, till the whole dissolves on addition of ammonia. The solution on 
cooling solidifies in a crystalline mass which may be freed by pressure 
from the black mother-liquor, and recrystallised two or three times from 
the smallest possible quantity of boiling water. From the solution in 
hot water, the meconic acid separates on addition of excess of hydro- 
chloric acid, in colourless lamin, which are washed with cold water, and 
once recrystallised from boiling water. 

7. One pt. of opium is macerated, for 24 hours, according to 
Robinet’s method (J. Chim. méd. 1, 857), with 6 pts. of a solution of 
1 pt. common salt in 4 pts. water; the liquid decanted; the pressed 
residue again macerated with 3 pts. of a solution of common salt; the 
liquid decanted from the residue; the residue pressed and repeatedly 
triturated with cold water; the filtrate evaporated to dryness; and the 
residue, consisting of a lower brown layer of morphine and extractive 
matter and an upper yellow layer of meconate of soda, is pulverised, 
and repeatedly treated with alcohol, which dissolves the former sub- 
stances and leaves the meconate of soda. ‘This salt is dissolved in 
water; the solution precipitated by basic acetate of lead; the precipitate 
decomposed by sulphuretted hydrogen; and the filtrate evaporated. 
(Merck, Mag. Pharm. 15, 147.) 

The precipitation of the opium-decoction by means of neutral acetate 
of lead, proposed by Choulant, Hare (Phil. Mag. Ann. 2, 233), and others 
is rejected by Sertiirner, because the oxide of leal carries every thing 
down with it. 

The decoloration of meconic acid by animal charcoal (2lutlaugenkohle) 
though very effectual, is attended with great loss, unless the portion of 
meconic acid retained by the charcoal is afterwards extracted by 
carbonate of potash. (Robiquet, Liebig.) 


Properties. Thecrystallised acid deprived of its water of crystallisa- 


tion at 100°, yields a white opaque, effloresced mass. (Robiquet.) Has 
a sour taste, and reddens litmus strongly. 


Dried between 100° and 120°. Liebig. Stenhouse. Robiquet. 
1aG (fh elaieeo ye. See yea 40630 go ayy eae! 
Age rset rors <0 4 Dakhs« 2-04 eer B07 nada 49 
14. Qiaedanceete 112 56: aah 557... 5548 .... 54°50 
CuHIQ4” U0 caclU0 tee. 20004. .800 00 LU Oo 


Decompositions. 1. The acid is resolved at a moderate heat into 
carbonic acid and comenic acid; 


CH4HA!OV — CPLAAO10 Ae 9TO?,” 


at a higher temperature, partly into carbonic and pyromeconic acids, 
partly into water, acetic acid, empyreumatic oil, and charcoal. 

The acid, after drying at 120°, gives off water at 170°, which 
increases in quantity at 220°, and between 200° and 220° is accompanied 
by carbonic acid, From 220° to 230°, all evolution of gas ceases and 
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the ash-grey crystalline scaly residue consists of comenic acid [whence 
comes the water? (Gm.)| If the meconic acid is immediately exposed 
to a strong heat, it yields at first about 20 per cent. of pyromeconie acid, 
together with water and acetic acid, then carbonic acid and a very 
small quantity of combustible gas, together with empyreumatic oil, and 
at last, long white needles of parapyromeconic acid (a substance requir- 
ing further examination), which are difficult to fuse, have a strong acid 
reaction, are sparingly soluble in water, and likewise redden ferric salts. 
(Robiquet.) 

Dry meconic acid melts between 150° and 200°, and is converted, 
with frothing and evolution of pyromeconic [and carbonic] acid, into 
brown comenic acid, which at 250°, gives off pyromeconic acid, carbonic 
acid, water, a small quantity of acetic acid and brown empyreumatic oil, 
then assumes a black brown colour, and ultimately leaves a light combus- 
tible charcoal. (Wackenroder.)— Meconic acid subjected to rapid dry 
distillation suffers the same kind of decomposition as comenic acid, and 
yields the same substance resembling metagallic acid (xi, 384). 
(Winckler.) 

2. Meconic acid rapidly heated in a spoon boils up, emits dense white 
fumes having a slight empyreumatic odour, burns easily with a yellow 
flame, and leaves a small quantity of charcoal. (Wackenroder.) 

3. Pulverised meconic acid dissolves in bromine-water, with rapid 
evolution of carbonic acid; and the liquid, after a while deposits beautiful 
crystals of bromocomeuic acid : 


C“H‘O" + 2Br = C?H?BrO” + HBr + 2CO* 


When chlorine is passed into the aqueous solution of bibasic meconate of 
ammonia, the monobasic salt is formed, and chlorocomenic acid remains 
in the mother-liquor. (How.) 

4. Meconic acid is quickly decomposed by nitric acid, the mixture 
being projected from the vessel if large quantities are used, and a large 
quantity of oxalic acid is formed. (Robiquet.) When nitrate of silver 
is precipitated by aqueous meconic acid, nitric acid being added in 
quantity rather larger than is required to dissolve the meconate of silver, 
and the liquid warmed, flakes of cyanide of silver separate without any 
evolution of nitrous acid, and oxalate of silver remains dissolved in the 
acid liquid. The only products of the reaction are carbonic acid, oxalate 
of silver, and cyanide. of silver, the quantity of which is however less 
as the excess of nitric acid isgreater. (Liebig, Ann. Pharm. 5, 286.) 

5. Oil of vitriol exerts but a slight decomposing action on meconic 
acid, sulphurous acid being evolved only after long boiling the liquid, 
and still retaining its power of reddening ferric salts. (Robiquet.) 

6. By boiling with water and aqueous acids, meconic acid is con- 
verted, with evolution of carbonic acid, into comenic acid : 


C4H‘OM = CPYH40" + 200% 


This evolution of carbonic acid is observed even when the acid is dis- 
solved in water; and if the boiling be continued, it goes on for several 
days, till in fact the transformation into comenic acid is complete, the 
liquid then acquiring a red-brown colour. When a meconate is boiled 
with excess of either of the stronger acids diluted with water, this 
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evolution of carbonic acid is much more rapid, amounting to a kind of 
effervescence, and the liquid remains colourless. (Robiquet.) Liebig 
also obtained a dark brown extractive secondary product by boiling 
meconic acid with water; but on heating the acid with strong hydro- 
chloric acid, brisk effervescence ensued and colourless comenic acid was 
formed; hence the formation of this acid appears to be independent of 
that of the brown substance. 

8. Meconic acid boiled with a concentrated solution of potash, is 
resolved into oxalic acid, carbonic acid, and a dark brown substance 
resembling humic acid. (Wackenroder.) 

9. When concentrated aqueous solution of bibasic meconate of 
ammonia is heated for some hours with excess of ammonia to a tempera- 
ture below the boiling point, comenamic acid is produced. (How, 
xi, 393.) 


C¥H?7(NH*)?O4 = CUNHbO® + NH? + 2HO + 2007. 


Combinations. With Water. —a. Crystallised Meconice acid. — 
White micaceous crystalline scales (Sertirner, Robiquet) ; rhombic 
crystals (Merck). Small right rhombic prisms, having their acute 
lateral edges very much truncated; cleavage parallel to n. (Wacken- 
roder, J. pr. Chem. 23, 205.) The crystals give off their water at 100°. 
(Robiquet.) 


Robiquet. Liebig. 
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b. Aqueous Meconic acid. — The acid dissolves sparingly in cold 


water, but in 4 pts. of boiling water; from the hot solution in water 
containing hydrochloric acid, it crystallises more readily than from pure 
water. (Robiquet.) 


The Meconates are either tribasic (neutral) = C4HM*O"™, bebasic 
= C“H?M?0", or monobasic == C“¥H*MO™. (Liebig.) The tribasic 
salts are yellow; those of the alkalis are produced by mixing the acid 
with excess of alkali. — (‘The meconates of the alkalis described by Choulant and 
cited in many systematic works, appear to have contained pyromeconic acid, inasmuch 
as they were prepared with an acid obtained by distilling meconate of baryta with 
boracic acid.} The salts heated with boracic, phosphoric or sulphuric acid, 
yield a sublimate of pyromeconic acid, but not when heated alone. 
(Choulont & others.) They redden ferric salts. (Sertiirner.) They 
are less soluble in water than the pyromeconates. (Robiquet.) They 
are insoluble in alcohol. (Serturner. ) 


Meconate of Ammonia.— a. Bibasic.— Obtained in How’s process 
for preparing meconic acid (p. 424). Slender radiating needles having 
a silky lustre and acid reaction. (Robiquet.) Contains variable quan- 
tities of water of crystallisation and gives off from 6 to 16 per cent. at 
100°. (How.) It dissolves readily in water. 
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At 100°. How. 
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The aqueous solution may be heated nearly to the boiling point 
without decomposition (p. 426). 


6. Monobasic. — When chlorine is passed through the aqueous solu- 
tion of the salt a, hard granular crystals soon collect on the edge of 
the vessel, and these, when recrystallised from boiling water, form thick 
needles concentrically grouped. (How.) Sparingly soluble in water. 
(Robiquet.) Gives off 7°56 p. c. (2 At.) water at 100°. (How.) 


At 100°. How. 
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Meconate of Potash. — a. Tribasic.— Produced by adding caustic 
potash to the solution of 6. Yellow. 

6. Bibasic.— Crude meconic acid is heated with water, caustic 
potash added till the liquid assumes a yellowish green colour, and the 
resulting glutinous mass is treated with water till it dissolves. The 
solution coagulates on cooling to a nearly solid pulp, which must be 
pressed and recrystallised. — Colourless silky needles or lamine, sparingly 
soluble in cold, more soluble in hot water. (Liebig, Handb. 2, 847.) 
(For the decomposition see page 425). 

c. Monobasic. — Separates on mixing a cold-saturated solution of 6b 
with a small quantity of hydrochloric acid, in slender needles, from 
which all the potash may be removed by further treatment with hydro- 
chloric acid. (Robiquet.) 


Meconate of Soda. — a. Bibasic. — The impure baryta-salt is digested 
with aqueous sulphate of soda, the filtrate evaporated, and the crystals 
washed with alcohol; or the alcoholic tincture of opium is precipitated 
by acetate of soda and the precipitate mixed with warm alcohol. 
Granular crystals. (Sertiirner.) Slender needles containing water of 
crystallisation and soluble in 5 pts. of water. (Stenhouse.) 

6. Monobasic.— Obtained in the preparation (6) of meconic acid. 
Crystalline grains, dissolving with tolerable facility in water, sparingly 
in aqueous potash and in absolute alcohol. (Robiquet, J. Chim. med. 
1, 364.) 


Meconate of Baryta.— The pare acid does not precipitate baryta- 
water. (Robiquet.) It forms with excess of baryta-water, a thick, light 
yellow gummy precipitate, which is insoluble in water, but soluble in 
acetic acid; and the bibasic potash-salt forms with chloride of barium, 
white flakes imperfectly soluble in water, but dissolving readily in acetic 
acid. (Wackenrod:r.) 

Bibasic, C'4H*?Ba?O“ + 2Aq.— Dissolves sparingly in water, readily 
in baryta-water forming a yellow solution. (Liebig.) 
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Meconate of Lime. — a. The aqueous acid forms with excess of lime- 
water, white flakes soluble in acetic acid. 

b. Bibasic. C“H*Ca?0" + 2Aq.— The solution of the bibasic potash- 
salt supersaturated with ammonia forms with chloride of calcium a 
yellow gelatinous precipitate. (Liebig.) 

c. Monobasic. C'*H®CaO“+2Aq.—1. The aqueous acid stirred up 
with a solution of chloride of calcium not too dilute, and left to stand 
for some time, yields a copious precipitate, which is insoluble in water 
and dissolves but slowly in acetic acid. —2. Obtained in the preparation 
of meconic acid (method 6); when freed from admixed gypsum by 
recrystallisation from boiling water acidulated with hydrochloric acid, it 
forms brown shining lamine. (Liebig.) — 3. A mixture not too dilute of 
bibasic meconate of potash and chloride of calcium, deposits when stirred 
a crystalline powder, which dissolves slowly in water but quickly in 
acetic acid. (Wackenroder.) 

The lime-salt subjected to dry distillation, does not yield pyrome- 
conic acid, but only empyreumatic products. (Stenhouse.) 


Meconate of Lime and Ammonia. — Precipitated for the most part 
together with morphine from the opium-decoction; and remains behind 
when the morphine is dissolved out by alcohol; another portion remains 
dissolved in the ammoniacal filtrate and crystallises when it is evaporated. 


(Robiquet. ) 


Meconate of Magnesia. — The aqueous acid boiled with excess of 
magnesia forms an easily soluble salt. (Ure, Schw. 59, 236.) 


Meconate of Ytiria.—The aqueous acid does not precipitate yttria-salts and when 
digested with yttria and evaporated, leaves a crust sparingly soluble in water. 


Meconate of Zinc. — The bibasic potash-salt forms with sulphate of 
zinc, a copious white precipitate insoluble in water and in sulphate of 
zine, very sparingly soluble in acetic, but readily in nitric acid. 


Meconate of Tin. — The white precipitate formed by the potash-salt 
in solution of protochloride of tin, dissolves readily in excess of the 
latter. (Wackenroder.) 


Meconate of Lead. — Meconic acid added in slight excess to neutral 
acetate of lead, throws down thick yellowish white flakes, insoluble even 
in hot water. (Stenhouse.) The flakes are likewise insoluble in acetic 
acid and in acetate of lead. (Wackenroder.) 


Dried at 100°. Stenhouse. Robiquet. 
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Robiquet does not say how the sait which he analysed was prepared ; its compo- 
sition agrees with the formula C4H*Pb’O™: Stenhouse did not succeed in preparing 
such a salt. On the other hand he obtained more basic salts, containing from 68'4 to 
74°7 per cent. of lead-oxide, in the form of deep-yellow precipitates by adding meconate 
of ammonia to neutral acetate of lead rendered slightly ammoniacal by ammonia. 
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Ferrous sulphate forms with meconate of ammonia a clear colourless 
mixture, which, when exposed to the air, quickly becomes turbid and 
assumes first a yellowish red, then a dark red colour. (Wackenroder.) 


Ferric Meconate.— Meconic acid and its salts impart a bright red 
colour to ferric salts even when very dilute, but form no precipitate. 
(Sertiirner.) —The reddening is distinguished from that which hydro- 
sulphocyanic acid produces in ferric salts by the fact that the colour of 
the latter is lighter and much mixed with yellow. — Ink and writing 
with ink are also reddened by meconic acid. (A. Vogel.) — The redden- 
ing is not destroyed by terchloride of gold (which distinguishes it from 
that produced by hydrosulphocyanic acid) (A. Vogel); or by boiling 
with nitric acid and a little alcohol ; but quickly by chloride of soda and 
by nitromuriatic acid. (Wackenroder.) It is also destroyed, the ferric 
oxide being reduced to ferrous oxide, slowly by sunlight, quickly by pro- 
tochloride of tin (A Vogel); slowly by sulphuretted hydrogen, and very 
little by boiling with sulphurous acid. (Wackenroder). The decolorised 
liquid slowly recovers its red colour by exposure to the air, immediately 
when treated with nitrous acid. 

Aqueous meconic acid does not act in the cold on recently precipitated 
ferric hydrate, but dissolves a small quantity of it at a gentle heat, and 
a considerable quantity at about 80°, chiefly in the form of ferrous 
oxide, so that the filtrate on cooling deposits ferroso-ferric meconate in 
the form of a reddish powder. (Stenhouse.) 

To obtain ferric meconate in the solid state, the solution of the pul- 
verised acid and of sesquichloride of iron in ether free from water and 
alcohol are mixed ; and the red-brown flakes which, after a few minutes 
are deposited from the deep red mixture, are washed on a filter and 
dried, If water is present, blood-red drops of liquid separate instead of flakes. 
— The brown-red powder thus obtained is much less soluble than it was 
before drying. It dissolves with tolerable facility in cold water and 
alcohol, more quickly in hot water or in water containing acid. The 
blood-red solution is converted by ammonia into a clear yellowish red 
mixture, whereas potash or soda precipitates the ferric oxide. — The 
brown-red powder contains in 100 parts: 30°82 Fe’O0*, 26:00 C, 1°85H 
and 41°330. 


Ammonio-ferric Meconate. — On mixing neutral meconate of ammo- 
nia with a slight excess of a concentrated solution of ferric sulphate made 
as neutral as possible, this salt is precipitated in a few hours in the form 
of a fine, amorphous, crimson powder, which must be washed on the filter 
with water, as long as the water takes up any sulphuric acid. The 
powder retains its colour when dried in the air at ordinary temperatures; 
but at 100°, it becomes red-brown and dull, without however any reduc- 
tion of the sesquioxide of iron to protoxide. It dissolves sparingly in 
cold water and alcohol, but very readily in hot or in acidulated water. 
When the aqueous solution is heated to 50°, part of the sesquioxide of 
iron is reduced to protoxide, and at 109°, the whole, the liquid being at 
the same time decolorised. The blood-red solution, if quickly heated, is 
coloured deep yellow by ammonia, without precipitation, whereas potash, 
soda, or lime decolorises it, with evolution of ammonia and precipitation 
of hydrated sesquioxide of iron free from protoxide. (Stenhouse.) — The 
crimson powder contains in 100 parts: 23:05Fe*0%, 3°49N, 31:24 C, 2°37H 
and 39°88 O. (Stenhouse.) 
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Cupric Meconate. a. Bibasic.— Bibasic meconate of potash forms 
with solutions of copper, an emerald-green precipitate which yields very 
little pyromeconie acid by dry distillation. (Stenhouse.) Wackenroder 
obtained with sulphate of copper, a bluish white precipitate, insoluble in 
water, but dissolving slowly in acetic, quickly in nitric acid. 

6. Monobasic.— The free acid imparts an emerald green colour to 
aqueous sulphate of copper, and produces after a while a pale yellow 
precipitate. (Robiquet.) — With acetate of copper, it forms a greenish 
yellow precipitate, which gives off a large quantity of pyromeconic acid 
by distillation. (Stenhouse.) : 


Mercurous Meconate. — Mercurous nitrate is precipitated by the 
potash-salt in thick pale yellow flakes, and by the free acid in white 
eurdy flakes, which are insoluble in water and very sparingly soluble in 
nitric acid. (Wackenroder.) 


Mercurie Meconate. — The acid and its potash-salt form with mercuric 
nitrate, a large quantity of yellowish white curdy flakes, which dissolve 
readily in nitric acid, acetic acid and common salt, but are insoluble in 
water and in mercuric nitrate. (Wackenroder. ) 


Meconate of Silver. —a. Tribasic.— When neutral nitrate of silver 
is precipitated by meconic acid exactly neutralised with ammonia, the 
liquid becomes acid and a yellowish white pulpy precipitate is thrown 
down. The same salt is obtained by repeatedly boiling the salt 6 with 
fresh portions of water. After drying, it detonates when heated. It 
dissolves readily in dilute nitric acid, but is insoluble in water and in 
acetic acid. (Wackenroder.) 


Dried at 120°. Liebig. 
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b. Bibasic. — The aqueous acid forms with nitrate of silver, a snow- 
white precipitate which does not become crystalline when washed with 
cold water, is converted into a by boiling with water, and when heated 
after drying, melts and decomposes without detonation, leaving 52°28 p. c. 
of white silver. (Liebig, dun. Pharm. 7, 240.) — Liebig formerly obtained 
(Ann. Pharm. 7, 240) under apparently similar circumstances, a white precipitate, 
which when washed and dried assumed the form of shining crystalline lamine, and was 
decomposed by heat, with slight tumefaction, leaving 49°58 per cent. of white silver. 


Dried at 100°. Liebig. 
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Meconic acid disolves readily in alcohol (Sertiirner), less readily in 


ether, especially if absolute, (Stenhouse.) 
Respecting another acid of opium not yet further examined. vid. Pfaff (N. Tr. 


7,1, 428). 
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Conjugated Compounds of Meconic Acid. 


Ethylmeconic Acid. 
C'8H8O'* —_— Cane CEH Or 


H. How. (1852.) Hdinb. Phil. Trans. 20, 401.—Ann. Pharm. 88, 357. 


LEithylomeconic acid, Aethylmekonsiure, A ethermekonsdiure. 


Formation and Preparation. Hydrochloric acid gas is passed into a 
solution of meconic acid in absolute alcohol, till the liquid fumes strongly; 
on cooling, a precipitate forms consisting of thread-like crystals which 
must be washed with cold water and recrystallised from hot water. 
If only rectified spirit is used, meconate of ethylmeconic acid separates after a longer 


time only and in a less crystalline state. The mother-liquor contains biethylmeconic 
acid, 


Properties. Small shining square needles. Does not give off any 
water at 100°. The aqueous solution has a strong acid reaction and 
coagulates albumen. 


How 
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Deompositions. 1. Melts at 158° or 159°, into a transparent yellow 
liquid, yielding at the same time a sublimate consisting of shining rhombic 
crystals. — 2. With alcoholic ammonia, it forms meconamic acid; caustic 
ammonia in excess decomposes it rapidly. — 3. Heated with alkalies it 
yields meconates. 


Combinations. HKthylmeconic acid dissolves readily in water. 

It expels carbonic acid from the carbonates with efflorescence. The 
Ethylmeconates are bibasic (neutral) = C'*H°M?O0™ or monobasic (acid) 
= C*H'MO”™ :—the acid appears also to form salts with excess of base. 


Ethylmeconate of Baryta. —a. Bibasic. — When the boiling aqueous 
solution of the acid is exactly saturated with carbonate of baryta, the 
filtrate deposits the salt in small yellow needles. 


How.. 
2 Baas... elisa te Lior 2 ae 4 22) 8) 7: 41°89 
(Oe) BELG La ate eee 214 One A 57532 
CEH SBaO-ee a 305220 L 00°00 


In other experiments, How obtained from 42 to 44°5 per cent. of baryta, a basic 
salt having probably been formed together with the above. 


b. Monobasic. — When carbonate of baryta is gradually added to 
water in which solid ethylmeconic acid is immersed, the acid quickly 
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disappears with effervescence. As soon as the effervescence has ceased, 
the liquid must be quickly filtered from the resulting yellow salt, and the 
filtrate placed in vacuo. It then deposits a considerable quantity of 
carbonate of baryta, which must be separated by filtration; and on again 
leaving the yellowish filtrate to evaporate in vacuo or at a gentle heat, 
the monobasic salt separates in yellow rhombic crystals which give off 
water at 100°. It is soluble in water. 


At 100°. How. 

BaQ ycsecee xe 76°6 ZO OD» dente. 26°17 
a4 Big rch ae ae 108°0 BOD Pawan 36°20 
fie Ed 2 RE 70 Oe sare 2°63 
Ey O02 eer ter ie 104°0 ed Ue a 35°00 
€8H/BaO ........ 295°6 200 00. —o...... 100-00 


The solution of monobasic ethylmeconate of baryta forms with acetate 
of lead, a yellowish white precipitate; with sulphate of copper, a pale 
green precipitate; and with sesquichloride of iron, a brown-red precipi- 
tate which dissolves with dark red colour in excess of the iron-salt. 


Ethylmeconate of Silver.— a. Ethylmeconic acid heated with excess 
of silver-oxide forms an insoluble compound, 

6. Monobasic.— On mixing the aqueous solution of the monobasic 
baryta-salt with nitrate of silver, a precipitate is formed which when 
washed and dissolved in boiling water, yields on cooling, small shining 
crystals united in stellate groups. Remains unaltered in daylight. Gives 
off 5:24 p.c. (2 At.) water at 100°. 


At 100°. How. 
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Ethylmeconic acid dissolves readily in ordinary alcohol, less readily 
in absolute alcohol, readily in ether. 


Meconate of Ethylmeconie acid, C?H¥O*=C#H'708 C4H3084 2HO. 
— If the aleohol used in the preparation of ethylmeconic acid is not 
absolute, there is deposited, after the feathery crystals of ethylmeconic 
acid, a less crystalline precipitate, which sometimes separates also from 
the mother-liquor of ethylmeconic acid. This precipitate, when purified 
by repeated solution in a small quantity of hot water, forms a white 
amorphous powder, very soluble in water: 


At 100°. How. 
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The warm aqueous solution supersaturated with ammonia, turns 
yellow without separation of meconamate of ammonia; on addition of 
strong alcohol, the liquid deposits small yellow radiated crystalline tufts. 
On evaporating to dryness, there remains a substance, only a very small 
part of which is soluble in water; the soluble portion forms with 
hydrochloric acid a precipitate consisting of needle-shaped crystals. — 
When treated with bases, it does not yield salts, but is decomposed more 
quickly than ethylmeconic acid. 


Biethylmeconic Acid. 
C?2H#O}4 = ZOHO. CG 70 


H. How. Edinb. Phil. Trans. 20, 401.—Ann. Pharm. 88, 357. 


Biethylomeconie acid, Didthylmekonsdure. 


Formation and Preparation. 1. A mixture of meconic acid with 
absolute alcohol and oil of vitriol is kept in a state of moderate ebul- 
lition; and as soon as the residue in the retort has become syrupy, it 1s 
poured into a large quantity of cold water, and the rose-coloured pre- 
cipitate thereby obtained is several times crystallised from water. — 
When the quantity of sulphuric acid used is rather large, the product appears to consist 
chiefly of neutral meconate of ethyl 3C4H®O,CMHO!". (How, N. Edinb. Phil. J. 1, 212.) 
—2. The acid mother-liquor obtained in the preparation of ethylmeconic 
acid and meconate of ethylmeconic acid, is evaporated at 100° as long as 
acid vapours continue to escape. The residue, which forms a thick oil 
or viscid mass and crystallises on cooling, is recrystallised two or three 
times. 


_ Properties. Colourless, flattened prisms. Melts in boiling water 
before dissolving. Has a strong acid reaction and coagulates white 


of egg. 


How 
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Melts to a yellowish liquid at 110°. Boiled with aqueous ammonia, 
it forms biamidomeconic acid. 

Biethylmeconic acid decomposes carbonates with effervescence. Its 
neutral salts are C*?H"™MO*, 


Biethylmeconate of Ammonia. A solution of the acid in strong alcohol, 
through which dry ammoniacal gas is passed, coagulates to a nearly solid 
yellowish mass, which, after being pressed and dissolved in hot alcohol, 
forms on cooling silky needles united in radiated groups, which dissolve 
readily and with yellow colour in cold water. Acids added to the 
solution throw down the acid in its original state. 

YOu. Xit. 2 F 
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Dried in vacuo. How. 
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Biethylmeconate of Baryta. — The solution of the ammoniacal salt 
forms with chloride of barium a yellow gelatinous precipitate which is 
insoluble in water, but dissolves readily in excess of chloride of barium. 


Ai 100°, How 
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The strontia and lime salts resemble the baryta-salt. In a solution 
of sulphate of magnesia, the ammonia-salt forms a crystalline precipitate; 
with sulphate of copper, a green gelatinous precipitate. Ferric salts 
colour the acid red. With nitrate of s/ver, the ammonia-salt forms a 
yellow gelatinous precipitate insoluble in boiling water. 

Biethylmeconic acid dissolves readily in alcohol. 


Meconamidic Acid. 


H. How. loc. cit. 


When a solution of ethylmeconic acid in warm water or alcohol is 
mixed with aqueous or alcoholic ammonia, the liquid assumes a deep 
yellow colour and becomes filled with a yellow semi-gelatinous body, 
which, after washing with dilute alcohol, dries up in the air to an amor- 
phous mass. The solution of this substance in hot water forms with a 
small quantity of hydrochloric acid, a white precipitate, which dissolves 
in hot water; and the solution, on cooling, yields meconamidic acid in the 
form of a white crystalline crust. 
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According to How (I), the compound is C*N/7HO + 6Aq, formed from 
ethylmeconic acid and ammonia by elimination of alcohol: 6C'SH°O4 + 7NH? = 
C#N7H8072 + 6C4H6O?; according to Gerhardt (IL), it is impure meconamic acid 
C¥AdH0, 


Boiled with potash-ley, it gives off ammonia, and the residue contains 
meconic acid. 
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Ammonia-compound. — For the preparation; vid. sup. — Consists of micro- 
scopic round grains or cellules. When dry, it may be rubbed with 
difficulty to a powder having a fine yellow colour. Dissolves readily in 
hot water, with evolution of ammonia. Gives off ammonia at 100°, 
blackens and melts at a stronger heat. 
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According to How, it is C3##*N7H™4(NH?1)90? + 3Aq. 


When decomposed by hydrochloric acid, it yields a quantity of sal- 
ammoniac corresponding to 10°4 p.c. (9 At.) of nitrogen. 

With baryta-salts it forms a yellow amorphous precipitate insoluble 
in boiling water; with nitrate of silver, a yellow gelatinous precipitate 
which blackens in drying ;—both of variable composition. 


J. Oxyamidogen-nucleus C4Ad?H?0°. 


Biamidomeconic Acid. 
C4UN?2Hf0"" — CAA dit O70-, 

H. How. WV. Edinb. Phil. J. 1, 212; Pharm. Centr. 1855, 369; Liebig 

and Kopp’s Jahresber. 1855, 494. 
When biethylmeconic acid is boiled with ammonia, biamidomeconic 

acid separates and alcohol is evolved : 

2670, Chi’ Qi 2N ie CUNO 2G HO?, 

Greyish white powder, which has a strong acid reaction and expels 
carbonic acid from its salts. It is readily decomposed by caustic alkalis. 


Dissolves with difficulty in cold water and in dilute acids. 
May be regarded as bibasic meconate of ammonia minus 4 At, water: 


C¥H?(NH‘0" — 4HO = C¥N?HS0", 4. 


Oxyamidogen-nucleus C4AdH*0!. 


Gallamic Acid. 
Ga OS CAA di tO)s Oe) 
W. Knopp. Pharm. Centr. 1854, 857; 1855, 657, 741. 
Gallaminsdure, Gallussdéureamid, 


Preparation. A boiling solution of 3 oz. of tannic acid from Chinese 
gall-nuts in the requisite quantity of water, is treated with a mixture 
2 ¥F 2 
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containing, to every 5 oz. of strong ammonia, the quantity of acid 
sulphite of ammonia obtained from 8 drams of the carbonate, the propor- 
tions being so adjusted that the liquid may still smell distinctly of 
ammonia; and the liquid is kept in a state of brisk ebullition till it 
begins to turn thick. After the solution has cooled to 40°, sulphurous 
acid gas is passed into it, whereupon gallamic acid separates, and causes 
the whole to solidify into a crystalline pulp. The mother-liquor contains the 
hydrylaminamide of paragallic acid and probably also that of ellagic acid. 


Properties. Colourless crystalline lamine having a fatty lustre. 
Reddens litmus. After drying at 90°, it does not give off any water 
at 100°. 


Knop 
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Decompositions. 1. When boiled for some time with dilute acids, it 
yields gallic acid and a salt of ammonia. — 2. By boiling with potash- 
ley it is decomposed in the same manner as gallic acid. 


Combinations. Gallamic acid dissolves in water mixed with half its 
quantity of strong hydrochloric acid, and erystallises unaltered on boiling. 
Decomposition takes place only after continued boiling. 

Respecting the crystals first called by Knop Tannigenamsdaure, then Gallus- 
sdureamid, then Gallussaurehydrylaminamid, but now regarded as a mixture, see 
Pharm. Centr. 1852, 417 ; 1854, 858; 1855, 661 and 857 (comp. Tannic acid), 


Primary-nucleus C4H". 


Damaluric Acid. 
C“H”O! = C4H? 04, 


STADELER. (1850.) Ann. Pharm. 77, 27.—J. pr. Chem. 52, 44.— 
Pharm. Centr. 1851, 10. 


From ddpadte (a heifer) and dvpor. 


Occurs in the urine of the cow, of the horse and of man, — When 
the solution obtained in the preparation of taurylic acid (xi. 154) by 
agitating the oily mixture of carbolic, taurylic, damaluric and damolic 
acids with carbonate of soda, is evaporated and distilled with sulphuric 
acid, a distillate is obtained having the odour of butyric acid, and consist- 
ing of a heavy oil and an acid aqueous solution. This distillate boiled 
with carbonate of baryta yields a filtrate, from which there separate, 
first crystals of damolate of baryta, melting when heated and ie 
27°60 p.c. of baryta,— then crystals of damalurate of baryta, an 
lastly, crystals which contain 44°46 p.c. of baryta, and are probably a 
mixture of damalurate of baryta with the baryta-salt of butyric, valerianic 
‘or a peculiar acid. 
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Damaluric acid is a colourless oil, somewhat heavier than water, 
and having a peculiar odour like that of valerianic acid. Reddens litmus 
strongly. Decomposes carbonate of soda. - 


Damalurate of Baryta. — Very small white prisms which when 
heated, do not melt, but leave carbonate of baryta in the form of the 
crystals. Blues reddened litmus paper. 
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The baryta-salt forms with basic acetate of lead, a white precipitate 
consisting of microscopic needles arranged in spherical groups, and with 
nitrate of silver, a white powder not blackened by light. 


Silver-salt. Stideler. 
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Oxygen-nucleus C“H®O®. 


Tannoxylic Acid. 
C“H*O” — CEL&O? OS. ? 


Pu. Bucuiner. (1845.) Ann. Pharm. 53, 369. 


Formation. By the action of cold potash-ley on quercitapnic acid 
in contact with the air. 


Preparation. <A cold moderately dilute solution of potash is saturated 
with quercitannic acid, and the solution, after exposure to the air in 
shallow vessels for some days till it has become blood-red and opaque, is 
precipitated with neutral acetate of lead. The red precipitate is freed 
from carbonate of lead by means of acetic acid, the colour then changing 
to a fine carmine-red; and the admixed tannate of lead is removed by 
repeated treatment with acetic acid, and finally by boiling with dilute 
acetic acid, till ammonia no longer forms in it a precipitate of tannate of 
lead. The tannoxylate of lead is digested with alcohol and a quantity 
of sulphuric acid, which leaves part of it undecomposed, and the acid 
mother-liquor is evaporated over the water-bath; it then leaves a red, 
uncrystallisable syrup, which dries up to a brown-red mass when the 
evaporation is complete. 

The dead-salt (preparation above given) has a brick-red, or in the moist 
state, nearly a carmine-red colour. It dissolves very sparingly in strong 
boiling acetic acid, forming a reddish solution which deposits reddish 
flakes on addition of ammonia. 
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Calculation I, is according to Biichner; according to II (Gerhardt, Tr. 3, 875), 
the salt is 4C'4H4Pb?O!2,3(PbO,HO), a formula which represents tannoxylic acid as 
gallicacid + 20. 


Primary Nucleus C4H", 


Naphtha. CH". 


LAURENT. (1837.) Ann. Chim. Phys. 64, 821.—Ann. Pharm. 25, 283. 
—J. pr. Chem. 11, 418. 

PELLETIER & WattTER. J. Pharm. 26, 554.—N. Br. Arch. 24, 151.— 
Pharm. Centr. 1840, 889. 


Contained in rock-oil. 


Preparation. 1. Rock-oil of Amiano is subjected to repeated frac- 
tional distillation, the operation being stopped in each case as soon as 
one-third of the liquid has passed over. The volatile portion is rectified 
over phosphoric acid (p. 439). (Pelletier & Walter.) — 2. The rock-oil 
is treated with oil of vitriol before distillation. (Pelletier & Walter, 
p. 439). — 8. The most volatile portion of the empyreumatic oil obtained 
by repeated fractional distillation of bituminous shale (p. 442), is puri- 
fied by agitation with oil of vitriol and rectification over hydrate of 
potash. (Laurent.) 


Properties. Transparent, colourless, mobile liquid. That which is 
prepared by the third method has a peculiar empyreumatic odour. The 
oil obtained by the first method boils between 83° and 88°; by the 
second, at 90°; by the third, between 80° and 85°. Sp. gr. of the third, 
0'714. Vapour-density of the first, 3°3; of the second, 3°42. 


Pelletier & Walter. 
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According to the boiling point (vii, 57), the formula of naphtha should be C4H®, 
which however requires 87°50 p.c. C and 12°50 H: the boiling point calculated from 
the formula C4H™ is 70° (L.). 
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Decompositions. 1. Naphtha takes fire on the approach of a burning 
body, even at some distance, and burns witha bright, but somewhat sooty 
flame. (Laurent.) — 2. With chlorine in sunshine, it forms hydrochloric 
acid and condenses. (Laurent.) Chlorine passed through it at a gentle 
heat converts it into a yellowish oil heavier than water, which burns 
from a wick, exhaling an odour of horse-radish, cannot be distilled 
without decomposition, but is not altered by acids or alkalis. — Bromine 
acts in a similar manner. — Jodine is abundantly dissolved by naphtha 
with the aid of heat, and on cooling, the excess of iodine separates in 
the crystalline form, the naphtha not being perceptibly altered. On 
treating the chlorine-compound with iodide of potassium, a substance is 
formed which appears to contain iodine. (Pelletier & Walter.) — 
3. Naphtha is but little attacked when heated with nitric acid; but by 
continued heating, ampelic acid is produced. (Laurent, Pelletier & 
Waiter.) Oil of vitriol, hydrochloric acid and potash do not exert any 
action upon it. (Laurent.) 

Naphtha is slightly soluble in alcohol of 33°. It mixes in all propor- 
tions with ether. Caoutchouc immersed in it, swells up and becomes 
greasy, but does not dissolve. (Laurent.) 


Appendix to Naphtha. 


Rock-oil, Steinél, Bergél, Bergbalsam, Quirinusél, Petroleum, Bitumen 
candidum, Naphte, Bitumine liquide,—in the purer state, Naphtha. — Essen- 
tially a mixture of a variable number of volatile oils consisting 
of Cand H in equal numbers of atoms and generally mixed with parafiin. 
— According to Pelletier & Walter, the naphtha, naphthene and naphthol 
(vid. inf.) obtained from rock-oil by distillation with oil of vitriol, are 
contained in it ready formed. 

Crude rock-oil from Amiano of sp. gr. 0°836, yields by repeated 
rectification in the water-bath at a very gentle heat, about 0°3 per cent. 
of the purest oil of sp. gr. 0°753 at 16°, which begins to boil at 70°, but 
does not boil constantly till the temperature rises to £9°; it mixes with 
cold absolute alcohol in all proportions and dissolves in 7 pts. of alcohol 
of sp. gr. 0°835. The vapour at 20°3° has a tension equivalent to 7 cub. 
cent. of mercury. (Saussure, Bibl. univ. 1832, 160.) 

Amiano Naphtha is amber-coloured; of sp. gr. 0°84, very mobile; 
has astrong but agreeable odour; contains 85°67 p. ¢. C and 13:17 p. ¢. H; 
begins to boil at 125°, and is in full ebullition at 180°, the temperature 
then rising quickly to 270°, at which point 3 of the liquid have passed 
over. The distillate obtained between 270° and 300° is y: lower and 
oily, but tolerably mobile; above 300°, there passes over, first an oi! 
which solidifies to a tremulous mass, then a buttery mass, which yields 
paraffin after the oil has distilled over; and in the retort there remains 
charcoal having a metallic lustre. By repeatedly rectifying the liqnid 
which distills over between 125° and 270°, taking each time only the 
first third of the previous distillation, pure naphtha is obtained, boiling 
at &5°, and amounting to about 54, of the entire quantity of rock-oil. 
The rectification of the distillate of higher boiling point, accompanied by 
dehydration with phosphoric acid, does not yield oils of constant boiling 
point. — When commercial naphtha is mixed with cold oil of vitriol, the 
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acid becomes red and slightly heated; and the oil decanted therefrom, 
when again mixed with oil of vitriol, does not become heated or acquire 
any colour, the sulphuric acid only becoming pale-red; if this treatment 
be repeated four or five times till the sulphuric acid no longer becomes 
coloured, the decanted oil may be separated by repeated distillation into 
oils of tolerably constant boiling point, and with peculiar facility into 
oils whose boiling points fluctuate about 90°, 115° and 190°. (Via. 
Naphtha, Naphthene and Naphthol.) Amiano naphtha is therefore a mixture 
of paraffin with at least three oils, naphtha, naphthene and naphthol. 
(Pelletier & Walter, J. Pharm. 26, 549.) 

When pure white rock-oil is distilled with 2 pts. of water and lime, 
the first 1 which passes over boils at 95-7°, is but little attacked by 
strong sulphuric acid, and becomes inodorous and indifferent to nitric acid 
when shaken up with water; the next 2 boils at 172°; the last rises 
gradually to 252°, but, like the first, is colourless, mobile, and not empy- 
reumatic. The residue separated from the water and distilled by itself 
yields a yellow oil boiling at 310°, which dissolves for the most part with 
brown colour in strong sulphuric acid, becomes continually thicker, and 
ultimately leaves a brown oil, from which boiling absolute alcohol 
extracts paraffin and an unsaponifiable fixed oil; from the residue ether 
extracts a brown indifferent resin. (Unverdorben, Schw. 57, 243.) 

Native rock-oil from Baku has a sp. gr. of 0°835 and begins to boil at 
140°, but cannot be separated into liquids of constant boiling point even 
by oft-repeated fractional distillation, the distillate obtained at a certain 
temperature being resolved by subsequent distillation into liquids of 
higher and lower boiling pomt. The oil thus obtained is mobile, and 
after being shaken up with strong sulphuric acid, which takes away an 
empyreumatic odour, smells agreeably aromatic; it has a sp. gr. of 0°75, 
begins to boil at 80°, but is in full ebullition only at 130°. — Rock-oil 
which had been distilled over water in Baku, smelt very much like oil 
of turpentine, had a specific gravity of 0°8 and boiled at 110°. (Hess, 
Pogg. 86, 417.) — Blanchet and Sell (Ann. Pharm. 6, 308), by distilling 
Persian rock-oil with water and frequently changing the receiver, 
obtained: 1. A small quantity of liquid of sp. gr. 0°749, boiling at 
94°, colourless, and aromatic; 2. Half of the entire quantity, boiling at 
138° (on repeating the distillation, the first 4 boils at 118°); 3. An oil 
boiling at 187°, and having an aromatic odour; 4. After all the water 
has passed over, a yellowish oil boiling at 220°; on rectifying over lime, 
the portion which first passes over boils at 215°; sp. gr. 0°849. (For the 
analysis, see page 442). According to Thomson (Zhoms. Ann. 15, 307; 
Schw. 29, 874) Persian rock-oil is transparent and colourless, of sp. gr. 
0°836, boils at 160°, the colour becoming darker and the boiling point 
rising to 172°, and contains 82:2 p. c« C and 14:8 H. — Gregory 
(J. Pharm. 21, 536; J. pr. Chem. 4, 1) found the rock-oil from 
Rangoon (Persia) to be dark brown with a tinge of green, buttery at 
ordinary temperatures, liquid at 40°, of sp. gr. 0°880, with a not unplea- 
sant odour of flowers and smoke. When distilled, it yielded, first a pale, 
clear, mobile liquid having an agreeable odour, then a viscid pale 
yellow liquid having a slightly smoky odour, and finally, as the heat 
on the retort rose to redness, a pale yellow distillate which solidified 
at ordinary temperatures ‘The second and third distillates contained 
paraffin as previously found by Christison, the first likewise contained 
eupione. — 4 Warren De la Rue & liugo Muller have examined rock-oil 
or earth-oil from Barmah, known in commerce as Burmese n«phtha or 


NAPHTHA. 441 


Rangoon tar (Proc. Roy. Soc. 8, 221; Chem. Gaz. 1856, 875). This sub- 
stance has at ordinary temperatures the consistence of goose-fat; it is 
lighter than water, has a greenish colour, and a faint, not unpleasant 
odour, It contains 96 per cent. of volatile constituents. When it was 
distilled in a current of steam, first at 100°, and afterwards at higher 
temperatures, 11 per cent. passed over at 100°, consisting entirely of a 
volatile oil free from solid hydrocarbons; from 110° to 145°, 10 per cent. 
of liquid nearly free from solid matter; from 160° tothe melting point of 
lead, 20 per cent. of liquid which contained an appreciable quantity of 
solid matter, but retained its fluidity at 0°; ata higher temperature, 
31 per cent. containing sufficient solid matter to cause it to solidify on 
cooling; and at a still greater degree of heat, 21 per cent. consisting of 
liquid and solid substances; and finally 3 per cent. of a substance having 
the consistence of pitch. The portions which distilled above 145° 
yielded, at the temperature of a freezing mixture, a quantity of solid 
matter amounting to 10 or 11 p. ¢. of the crude tar. — The solid products 
of distillation yielded by fractional crystallisation from alcohol, at least 
two substances differing in their physical properties, but identical in 
composition, (either C°H® or C2H"+!).—The liquid products of distillation 
were found to contain benzol, toluol, xylol C*°H", cumol CH”, &c. toge- 
ther with other hydrocarbons, apparently, belonging to the series C?H"*+?. 

Rock-otl from the Tegernsee (quirinus oil) is brownish by transmitted, 
dark olive green by reflected light, viscid in the cold, mobile at 20°, of 
sp. gr. 0°835 at 20°5°. Has a strong penetrating balsamic odour and 
but little taste. Yields by fractional distillation: 1. A nearly colourless 
distillate having a strong odour of flowers and somewhat of oil of tur- 
pentine; — 2. A yellowish distillate of less powerful odour, mobile at 
9°, and solidifying for the most part at 6°, into a soft crystalline mass 
which when filtered at 0°, leaves paraffin on the filter, while the greater 
part runs through; — 38. A reddish yellow thickish mass consisting of a 
small quantity of oil, paraffin, and a resinous substance; in the residue 
there remains a difficultly combustible charcoal. (Kobell, J. pr. Chem. 
8, 205. 

Rock-ol from Niebylow near Kalusz in Galicia is of a yellow-brown 
colour inclining to green, of sp. gr. 0°960, of the consistence of an extract, 
and not completely fluid below 61°; that from Yruscawice, of similar 
colour, sp. gr. 0°890 and thin syrupy consistence, did not yield paraffin 
by fractional distillation, and was not coloured by nitric acid after recti- 
fication; the first portion of the distillate which then passed over boiled 
at 274°, lost its offensive odour when treated with oil of vitriol, acquiring 
an agreeable odour like that of flowers, and turning red; when repeatedly 
distilled with oil of vitriol anda smali quantity of nitric acid and washed 
with potash, it yielded a transparent colourless liquid, having a pleasant 
odour of flowers, nearly tasteless, of sp. gr. 0°722 at 15°, boiling at 110°, 
and not altered by acids or alkalis (perhaps eupione). (Torosiewicz, 
Repert. 55, 15.) —Rock-oil from the mineral water of Vrutkowiec, 
cannot be obtained of lower specific gravity than 0'720, even by repeated 
fractional distillation; it boils at 90°; has an agreeable odour, is very 
inflammable, and burns with a white flame which does not deposit soot. 
(Torosiewicz, Repert. 61, 398.) 

The oil obtained from the asphaltiferous limestone of Z'ravers by 
repeated distillation, —after being shaken up with {5 of oil of vitriol, 
decanted after standing for a week, freed from sulphurous acid, expesed 
to the air, shaken up with a solution of caustic potash in 20° pts. of 
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water, then with 9 measures of air; then with 4 or 5 measures of water, 
then, after the oil has been decanted from the milky liquid, again shaken 
up with air and water till the water is no longer rendered milky, — 
becomes as inodorous as a fixed oil. (Saussure.) — When the empyreu- 
matic oil from bituminous shale is distilled, it begins to boil at 100°, and 
the boiling point gradually rises to 300°; but even if the distillates are 
fractionated at every 20°, and then distilled apart, no oil of constant boiling 
point is obtained, the boiling point of each fraction varying only 5° from 
the beginning to the end. The most volatile portion boils from 80° to 
85° (p. 439); that from 118° to 128° is very like the former, and when 
several times distilled with strong nitric acid, yields a colourless oil, 
which boils between 120° and 122°, and is probably C'*H” (q. v.). The 
portion which boils at 169° appears to be identical with eupione. 
(Laurent, Ann. Chim. Phys. 64, 321.) [C°H*, the boiling of which by 
calculation should be 165°? L.]. Compare Vdélckel, (Ann. Pharm. 
87, 139.) 

To purify commercial rock-oil, Béttger agitates 2 lbs. of it with 
from 4 to 6 oz. of fuming oil of vitriol, and leaves the mixture in a 
closed vessel, shaking it frequently; the foreign matters are thereby 
carbonized. On opening the vessel, a large quantity of sulphurous acid 
escapes; the transparent colourless oil is decanted with a siphon, 
repeatedly shaken up with water and then with 3 oz. of quick lime in 
lumps of the size of peas, and then decanted. The oil thus obtained 
may faye for preserving potassium and sodium, (Ann. Pharm. 
25, 100. 
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Saussure analysed rock-oil from Amiano: a. By explosion with oxygen gas: 
b. By passing the vapour of the rock-o1l rectified at the heat of the water-bath, 
through a tube filled with copper-turnings, whereby he obtained charcoal and a com- 
bustible gas. Thomson burned crude rock-oil, Herrmann rectified oil from Persia of 
sp. gr. 0°76, with oxide of copper (Pogg. 181, 386); Dumas’s Persian oil had been 
left in contact with potassium till the metal remained perfectly bright (Ann. Chim. Phys. 
50, 239).—The oil a analysed by Blanchet & Snell distilled at 94°, 6 at 215° (p. 441); 
Hess analysed: a the first distillate of crude rock-oil; 3 that from Baku distilled over 
water; c rock-oil purified by fractional distillation (p. 441), and agitation with nitric 
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acid, then with potash, and lastly with strong sulphuric acid. Pelletier & Walter 
analysed: a. Crude rock-oil from Amiano, which began to boil at 125°; 6. that which 
distilled between 100° and 115°; c. that between 115° and 120°; d. that between 
120° and 130°; e. that between 140° and 150°. 


Decompositions of Rock-oil. 1. Passed through a red-hot porcelain 
tube, it yields very dense charcoal having the metallic lustre, an empy- 
reumatic oil containing a crystalline substance in solution, and gases. — 
2. Naphtha from Amiano set aside in a bell-jar filled with oxygen over 
mercury did not absorb any gas in the course of a year, but after 6 years, 
1°62 grm.=2°145 cub. cent. had absorbed 9°44 cub. cents. of oxygen, and 
formed 1°3 cub. cent. of carbonic acid; the oil was still colourless, but a 
solid deposit had formed on the sides of the vessel, and a fine dust of 
sulphide of mercury on the surface of the mercury. (Saussure, Pogg. 
257, 370; Ann. Pharm. 8, 157.) — Exposed to air and light, it is very 
slowly altered and hardens into a substance which is not asphaltum. 
Oxygen gas saturated with vapour of rock-oil, and mixed with more 
oxygen, explodes violently when an electric spark is passed through it.— 
The oil burns in the air with a white flame which deposits a large 
quantity of soot. (Saussure.) — 3. With chlorine gas, it forms hydro- 
chloric acid and a fuming liquid of sp. gr. 0'884, more soluble in alcohol 
and more easily decomposed by acids [than the original liquid ?] 
(Saussure.) Purified rock-oil from Baku, yields when saturated with 
chlorine gas, a large quantity of hydrochloric acid and a liquid contain- 
ing chlorine. (Hess.) It forms with chlorine only a small quantity of 
hydrochloric acid, the oil not retaining any chlorine. (Serullas.) — 
4. Iodine acts violently on rock-oil, even at ordinary temperatures. 
(Guyot, J. Chim. med. 12, 487.) With chloride ef iodine, rock-oil 
becomes strongly heated, with separation of iodine and strong evolution 
of hydrochloric acid, part of the hydrogen being replaced by chlorine; 
the semifluid mass, after being treated with potash, which takes up the 
iodine, leaves a light yellow liqnid heavier than water, with whitish 
flakes floating upon it. Both the liquid and the flakes, if passed, after 
being purified by solution in alcohol, through a red-hot tube, yield 
charcoal, carburetted hydrogen, and a large quantity of hydrochloric 
acid. (Serullas, Ann. Chim. Phys. 25, 313.) — 5. Fuming nitric acid 
imparts to naphtha from Amiano merely a yellowish colour, without 
further decomposition. (Saussure.) Concentrated and fuming nitric acid 
acts but sliglitly on rectified rock-oil. When rock-oil is gradually added 
to nitro-sulphuric acid cooled by a freezing mixture and left in it, with 
frequent stirring, for several days, the oil, after being washed with water 
and then with carbonate of soda, exhibits the properties of nitrobenzol. 
Previous to the washing with carbonate of soda, the odour of bitter 
almond oil is disguised by a pungent odour. It seems as if the most 
volatile portion of rock-oil consisted of oils of similar character to benzo}. 
When non-reetified rock-oii was used, a brown oil was also formed havin 
a penetrating odour of musk. (R. Wagner, Polyt. Journ. 136, 311); 
comp. Warren de la Rue, Repert of Pat. Invent, July, 1855, 57. De la 
Rue & Miiller, by treating the most volatile portion of the distillate from 
Rangoon tar with nitric or nitrosulphuric acid, obtained nitrobenzol, 
binitrotoluol and ternitroxylol (Proceedings of the Royal Society, 8, 221, 
comp. page 440) — The portion of shale-oil which boils between 80° and 
150° yields ampelic acid (p. 272) when heated with nitric acid. 
(Laurent.) — 6. Chromic acid exerts a violent oxidising action upon 
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rock-oil. — If the glow-lamp with asbestos wick be moistened with rock- 
oil, the oil takes fire when chromic acid is sprinkled upon it, and the 
resulting chromic oxide becomes intensely red-hot just as when alcohol is 
used. (Béttger, viii, 243.)—7. Oil of vitriol exerts but a slight decom- 
posing action on Amiano naphtha, and only with the aid of heat. 
(Saussure.)— When the first distillate of rock-oil from Tegernsee is 
mixed with + pt. of oil of vitriol, and heated to 100°, whereby the acid 
acquires a dark blue and the oil a pale amethyst colour, the clear oil 
decanted after cooling smells strongly of sulphurous acid, becomes turbid 
on the surface by long standing, and yields a small quantity of reddish 
brown deposit; when decanted, shaken up with caustic potash, then with 
8 of its weight of strong sulphuric acid and 1 pt. of nitre, it leaves in the 
retort a thick black-brown mass, and yields a nearly colourless distillate 
which smells strongly of sulphurous acid, acquires a deeper yellow colour by 
agitation with caustic potash, and if afterwards digested with strong 
sulphuric acid, colours that liquid dark brown or even amethyst-red, but 
is decolorised by agitation with potash. It has an agreeable odour, 
resembling that of flowers and that of oil of turpentine, tastes very 
aromatic, is mobile, of sp. gr. 0°778, boils between 94° and 96°, with the 
barometer at 26°7°, burns with a sooty flame, colours strong nitric acid 
when gently heated with it, giving off red vapours, and when heated with 
strong sulphuric acid, gradually turns it brown. The liquid portion of 
the second distillate filtered from the paraffin, leaves when distilled to 4, 
a thick brown oil which dissolves sparingly in boiling alcohol. The 
solution, on cooling, deposits oil and a small quantity of paraffin ; the 
yellowish distillate, which has a pungent odour like that of rancid fat, 
is for the most part converted, by shaking up with 4 pt. sulphuric acid, 
into a black mass, a small quantity of oil however remaining. The 
black mass freed from sulphuric acid by water, dissolves partially in 
boiling water, leaving a mould-like substance ; and the solution when 
evaporated leaves a shining brittle mass, which gives off ammonia when 
heated, reddens litmus, dissolves in water, nitric acid and aqueous alcohol, 
and precipitates metallic salts. When the oil is treated with strong 
solution of potash, and distilled, the first third of the distillate consists 
of a yellowish oil, of sp. gr. 10°812, which smells like rancid butter, 
colours nitric and strong sulphuric acid dark red, and is decomposed by 
those acids when heated; it dissolves sparingly in boiling alcohol, 
separating again as the liquid cools. 


Combinations. 1. Water acquires the odour of rock-oil without 
dissolving it. Rock-oil from Amiano dissolves when heated of phos- 
phorus and 4, of sulphur, the greater part separating again in the 
crystalline form as the liquid cools. Of iodine it takes up at most +. 
— It absorbs 2} vol. hydrochloric acid gas and an equal quantity of 
ammoniacal gas. (Saussure.) It absorbs a small quantity of gaseous 
fluoride of silicium. (Berzelius.) Mixes in all proportions with liquid 
carbonic acid. (Thilorier.) Absorbs olefiant gas in large quantities. 
(Hess, Pogg. 36, 426.) 

It mixes in all proportions in absolute alcohol, dissolves in 5 pts. of 
alcohol of 41° Bm. and in 8 pts. of 36 Bm. at 12°. Mixes in all propor- 
tions with ether and volatile oils. (Saussure.) — Left in contact with 
alcohol and nitric acid for eight weeks, it does not yield any crystals. (L.) 
— The oil of sp. gr. 0°87 to 0°93 and having an empyreumatic odour 
ike oil of wax, which passes over first in the distillation of rock-oil, 
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yields, when shaken up with 3 vol. nitric acid of sp. gr. 1°36, a turbid 
mixture, the colour of which becomes somewhat lighter after a while, 
and from which a portion of the nitric acid is deposited, clear and of a 
yellow colour; with 2 pts. of strong sulphuric acid, it yields a dark 
brown mixture, on which after two days, a transparent colourless oil floats. 
It dissolves in 100 pts. of warm alcohol of 0°855, separating for the most 
part as it cools, and in 2 pts. of ether of 0°75. (Anthon, Repert. 54,.77.) 

Reichenbach (Schw. 69, 19) distilled 50 kilogrammes of coarsely 
pounded coal from Ortaware near Brinn, with water, as long as oil 
continued to pass over with the watery vapours, repeating the operation 
eight times, and thus obtained from 400 kil. of material, 150 grms. of oil. 
The coal-oil thus produced is transparent and greenish yellow; boils at 
167°; has a sp. gr. of 0°836; smells and tastes like rock-oil ; is not 
altered by exposure to air and light. It burns without a wick, and with 
a bright sooty flame. Placed together with iodine under a bell-jar, it 
absorbs vapour of iodine, becoming brown-red, then turbid, and ultimately 
clear, a dark oily iodine-compound being then deposited. It dissolves in 
cold nitric acid of 1°35, acquiring a reddish colour and becoming clear, 
with separation of a greenish brown deposit. With strong sulphuric 
acid and potash, it behaves like rock-oil. It does not dissolve in potash- 
ley of sp. gr. 1°36, but yellowish-red drops form after a while below the 
oil. It is insoluble in water, which however acquires its odour. It 
dissolves in 9 pts. of alcohol of sp. gr. 0°84, and readily in ether. With 
caoutchouc and resins, it behaves like rock-oil. 


Ginanthylene. C™H™. 


Bours. (1855.) WV. Ann. Chim. Phys. 44, 89. 
Limpricut. Ann. Pharm. 108, 80. 


Formation and Preparation. 1. By repeatedly distilling cenanthol 
over anhydrous sulphuric acid. (Bouis.) —2. By the action of sodium 
on chloride of cnanthylene. Sodium in small pieces is thrown into 
chloride of cenanthylene contained in a tubulated retort, and the action 
is assisted by a gentle heat. As soon as the quantity of separated 
chloride of sodium becomes so great as to interfere with the action, the 
liquid must be distilled and the distillate treated with fresh sodium : to 
remove the last portions of chlorine, the product must be repeatedly 
rectified over perfectly bright sodium. (Limpricht.) 

By (1): colourless oil which floats on water and smells like caproene 
(oleene, xi, 411); boils at 50°, but the boiling-point does not remain 
constant (Bouis); — By (2); Transparent colourless liquid, lighter than 
water, having a peculiar, alliaceous, but not very strong odour; boils 
at 95°. (Limpricht.) 


Bouis. Limpricht. 
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The product examined by Bouis, agrees in all respects with caproene (xi, 411); 
the boiling point caiculated from the formula C!4H" (vii, 57) is 70° [L.]. 


Soluble in alcohol. 
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Ginanthol. CH",0?. 


Bussy & Lecanu. (1827.) J. Pharm. 13, 62. 

Bussy. WV. J. Pharm. 8, 821.—Compt. rend. 21, 84.—J. pr. Chem. 
37, 92.—Pharm. Centr. 1846, 169. 

Witiiamson. Ann. Pharm. 61, 88.—Pharm. Centr. 1847, 297. 

Tituey. Phil. Mag. J. 88, 81.—Ann. Pharm. 67, 105.—J. pr. Chem. 
45, 306.—Pharin. Centr. 1848, 645. 

BertTaGnini. Ann. Pharm. 85, 281. 

Bours. WV. Ann. Chim. Phys. 44, 87. 


Ginanthylic Aldide, Ginanthol, Hydride of Ginanthyl. 
Formation. By the dry distillation of castor-oil. 


Preparation. 1. The yellow oily distillate obtained in the dry 
distillation of castor-oil, is separated from the watery liquid and distilled 
with five or six times its bulk cf water; the distillate consisting of 
cnanthol, with small quantities of acrolein, cenanthylic acid and oily 
fatty acids is shaken up with 6 pts. by weight of water, which dissolves 
out the greater part of the acrolein, and again distilled with pure water, 
till no more oily liquid remains ; this distillate is shaken up with weak 
baryta-water till it no longer exhibits an acid reaction, then decanted and 
distilled; and the portion which goes over between 155° and 158°, is 
collected apart (below 150°, acrolein distils over.) The pure cenanthol thus 
obtained is dehydrated by chloride of calcium (Bussy, Williamson.) — 
2. Tilley heats the wnanthol purified by distillation in water, to 100° in 
the water-bath, and passes carbonic acid through it till the odour of 
acrolein is entirely destroyed, then distils in the water-bath at 155°, and 
dries over chloride of calcium. — 8. The product of the dry distillation 
of castor-oil is shaken up with’a solution of carbonate of potash, whereby 
a solution is formed, which, when heated to the boiling point, yields the 
cnanthol as a separate layer on the surface; this liquid is then removed, 
and treated with a moderately concentrated solution of bisulphite of soda, 
which dissolves the cenanthol, and leaves an oily liquid smelling like a 
fixed oil. The solution on cooling deposits sulphite of onanthol and 
soda, which must be dried and decomposed with warm water containing 
hydrochloric or sulphuric acid. (Bertagnini.) 


Properties. Transparent, colourless, very mobile. Sp. gr.=0°827. 
Has a strong, not unpleasant odour and tastes sweet at first, but after- 
wards persistently sharp. Refracts light strongly. Boils between 155° 
and 158° (Bussy) ; 155° and 156° (Williamson). At 155° (Tilley). 
Vapour-density=4°139 (Bussy); from 4:08 to 5:01. (Bouis.) 


Bussy. Williamson. Tilley. 
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Isomeric with butyrone. According to Tilley, it may be regarded, on account of 
the decomposition by potash and by hydrochloric acid and alcohol (9 & 10) as 
C4HO,CMH808 ; but this view is not accordance with the boiling point and vapour- 
density (vid. p. 23). L. 


Decompositicns. 1. When the liquid is subjected to continued distil- 
lation, the boiling point rises and the residue in the retort exhibits a 
greater amount of carbon. (Tilley, Bouis.)— 2. In contact with the air, 
it absorbs oxygen and turns sour; when shaken up with oxygen, it may 
absorb as much as 10 per cent ; at the boiling pvint, the absorption goes 
on faster. (Bussy.) — When cenanthol, which is kept cool, is gradually 
mixed with a quantity of éromine sufficient to render the brown-red 
colour permanent, and repeatedly distilled with water, a colourless liquid 
is obtained, which turns brown when dried by chloride of calcium or over 
oil of vitriol, and after being freed from dissolved hydrobromie acid by 
caustic soda, contains 40°90 p.c.C, 653 H, and from 44°6 to 45°7 Br. 
(C¥4H80? requires 43°5 p. c. C, 6°7 H and 41°4 Br.) On distilling it with water, a 
brown resin remains in the retort. When cnanthol is mixed with iodine 
and phosphorus, a violent explosion ensues. (Limpricht ) — 4. Ginanthol 
is converted by cold nitric acid of ordinary strength into metcenanthol ; 
when distiiled with 2 pts. of a mixture of 1 vol. strong nitric acid and 
1 vol. water, it is gradually converted into cnanthylic acid. (Bussy.) 
The distillate still contains small quantities of two other volatile acids [probably caproic 
acid, L.], and an oil which may be separated by saturating the acid distillate with 
baryta and distilling; it is lighter than water, smells like French cinnamon, and turns 
acid in contact with the air; it is therefore probably oil of cinnamon [but oil of cinna- 
mon is heavier than water. (Gm.)] Besides cenanthylic acid, oxalic acid is produced 
and a reddish yellow resin soluble inalcohol. (Bussy.) When cnanthol is heated 
with 2 pts. of strong nitric acid, great heat is produced,'red vapours are given 
off, and the greater part of the cenanthol is destroyed. (Bussy.) When 
cenanthol is added by drops to strong nitric acid contained in a retort, a 
violent action takes place, and a mixture of nitacrol (ix, 502), enanthylic 
acid, caproic acid and nitricacid distils over; the liquid in the retort con- 
tains cenanthylic and caproic acids. (Tilley.) — 5. With chlorine, enanthol 
forms hydrochloric acid and chlorenanthol. (Williamson.) — 6. Ginanthol 
dropped upon crystallised chromic acid takes fire with violent explosion; 
dilute chromic acid converts it into cnanthylicacid. (Bussy.) — 7. With 
fuming ot/ 07 vitriol, it forms a conjugated acid which yields crystallisable 
salts with baryta, lime, and oxide of lead. (Bouis.)— 8. When repeatedly 
distilled over anhydrous phosphoric acid, it yields cnanthylene. (Bouis.) 
—9. With pentachloride of phosphorus, it becomes strongly heated, and 
yields a distillate, which when freed from chlorophosphorie acid by 
repeated washing with water, and from excess of cnanthol by agitation 
with acid sulphite of soda, consists of nearly pure chloride of cnan- 
thylene C“H"CL. (Limpricht.) According to a former statement of Limpricht, 
the distillate, after being repeatedly distilled with water and dried over oil of vitriol and 
caustic soda, contained 53°98 p.c.C, 8°70 H. and 31°00 Cl, agreeing with the formula, 
C*H*CPO?.— 10. CGEnanthol dropped upon fused hydrate of potash, gives 
off hydrogen and forms cnanthylate of potash. (Tilley.) 


C4H“4O? + KO,HO = C4H®KO* + 2H. 
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Heated with from 2 to 6 pts. of hydrate of potash, it forms the so-called 
hydride of cnanthyl. (Tilley.)— Dilute potash-ley does not act on 
cenanthol; strong potash-ley, solid hydrate of potash and hydrate of 
baryta, become heated in contact with it; and convert it into a salt of 
cnanthylic acid and an oil which smells like anise, or, if, a rather 
strong heat has been applied, has an empyreumatic odour. (Bussy.) 
When cnanthol is mixed with a strong aqueous solution of potash, con- 
siderable rise of temperature takes place, and a salt of cenanthylic acid 
is produced, together with an oil, which is decomposed by simple distilla- 
tion, and after being washed or distilled with water, contains 76:4 p. c. C, 
and 12°4 p. c. H, and is therefore not enanthol. Heated with alcoholic 
potash, cenanthol] yields wnanthylic acid and an oil, which, when dried 
by chloride of calcium, contains 77'1 p. c. C, and 12°7 H. (Williamson.) 
Limpricht, by boiling cnanthol for several hours with alcoholic potash, 
obtained cnanthylate of potash and an oil which could not be distilled 
without decomposition, the boiling point quickly rising to 300°. When it 
was distilled with water, the oil which first passed over contained, after 
drying with chloride of calcium, 82°38 p. c. C and 13°67 H; the follow- 
ing portion contained 83:43 p. c. C and 1343 H. Qé&nanthol boiled for 
18 hours with alcoholic potash, yielded cenanthylate of potash and a 
yellow syrupy cil, only traces of which passed over on distilling with 
water. — Bouis found in the portion of the oil boiling between 120° and 
140°, obtained by the action of hydrate of potash on wnanthol, 83:70 
p. ¢. C and 14°37 H. 

11. In an alcoholic solution of wnanthol, cnanthylate of ethyl is 
formed by the action of hydrochloric acid gas. (Tilley.) —12. Ginan- 
thol reduces nitrate of silver; when it is mixed with ammonia and 
nitrate of silver added, a white precipitate is formed, which is reduced by 
heating, and silvers the vessel. (Bussy.) 


Combinations. With water.— a. Hydrate of @nanthol. — Moist 
cnanthol, cooled to 5° or 6°, deposits colourless crystals, which when 
pressed between paper, yield a brittle mass resembling camphor, smelling 
like cenanthol, soluble in alcohol and in acetic acid, insoluble in water. 
(Bussy & Lecanu, Bussy. ) 


Bussy 
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6. CAnanthol dissolves very sparingly in water, imparting its odour. 

Enanthol with Ammonia. — Cinanthol absorbs a large quantity of dry 
ammoniacal gas, becoming hot and viscid, crystals appearing to form in 
it; subsequently however it recovers its mobility. (Tilly, Limpricht.) 
The ethereal solution does not yield crystals when ammoniacal gas is passed into it. 
(Limpricht.) 


Enanthol with Bisulphite of Ammonia. — 1. The compound of 
cnantho] with ammonia is dissolved in strong alcohol, and the solution 
is saturated with sulphurous acid gas. It then deposits a crystalline 
powder, or, if the solution is rather dilute, distinct crystals. — 2. Giuan- 
thol is shaken up with bisulphite of ammonia and the product is dis- 
solved in boiling alcohol, whence the compound is deposited in the crystal- 
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line state by cooling or evaporation. (Bertagnini.) Small white prisms. 
(Tilley.) Less crystalline than the potash and scda-compounds; 
sparingly soluble in water. (Bertagnini.) 
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Heated on platinum-foil, it melts, gives off white fumes, blackens and 
burns with flame, giving off the odour of cnanthol. It decomposes 
gradually in contact with water, or in aqueous or alcoholic solution, 
more quickly when heated with water, into cnanthol and bisulphite of 
ammonia. Still more quickly is this decomposition produced by acids. 
(Tilley.) 

With Bisulphite of Potash.— When cenanthol is shaken up with 
bisulphite of potash of 28° to 80° Bm. a pulpy mass is formed which 
gradually becomes crystalline, and after being dried and dissolved in 
alcohol yields small needles. It dissolves in warm bisulphite of potash. 
(Bertagnini. ) 

With Bisulphite of Soda. — When the crude distillate of cnanthol 
is shaken up with bisulphite of soda of about 27° Bm., a thick erys- 
talline pulp is formed. From a solution of wnanthol in warm dilute 
bisalphite of soda, the compound separates in crystals. On recrystal- 
lising it from boiling alcohol, crystalline laminz separate, which fill the 
entire liquid; these are pressed; washed with cold alcohol till they no 
longer smell of acrolein, and recrystallised from hot water to free them 
from a small quantity of sulphate. 

Crystallised from alcohol it forms aggregated lamine which have a 
strong lustre and become white and nacreous when crystallised from 
water. They are greasy to the touch and have a slight odour of wnan- 
thol, (Bertagnini.) 
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It is decomposed by chlorine and bromine at ordinary temperatures ,by 
iodine only when heated. When the aqueous solution is heated, enan- 
thol separates out; the decomposition is accelerated by addition of acids 
or alkalis, but is not produced by acids without the aid of heat. The 
compound dissolves readily in water and in warm alcohol, but not in cold 
alcohol. The aqueous solution forms with barium, lead and silver salts, 
copious precipitates which contain cnanthol chemically combined. 
(Bertagnini. ) 

(Enanthol mixes in all proportions with alcohol and ether. 
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Metcenanthol. 
C4HH¥O? (or C*8H28O4 2), 


Bussy. WV. J. Pharm. 8, 321.— J. pr. Chem. 37, 96. — Pharm. Centr. 
1846, 170. 


When 1 pt. of cnanthol is shaken up with 2 pts. of ordinary nitric 
acid at 0°, the liquid acquires a transient rose colour; and on pouring 
the mixture after 24 hours into a dish and leaving it in a cool place, a 
beautiful crystallisation like nitrate of ammonia forms on the surface, 
and sometimes the whole solidifiesinto a soft unctuous mass. After the 
acid has been decanted and the mass pressed between paper, a hard 
brittle substance remains, which may be rendered neutral by repeated 
melting in hot water. 

Between 5° and 6° it is solid, white and inodorous. At higher tem- 
peratures it melts into a transparent colourless oil, which boils at 230°; 
after being heated to the boiling point, it does not solidify till some 
time after cooling. 


Bussy 
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| Related to cenanthol in the same manner as benzoin to bitter almond oil. L.} 


Exposed for several days to a temperature between 10° and 12°, it 
liquefies, and if kept for a longer time at that temperature, it does not 
solidify if afterwards cooled even to —12° or —15°, but only when exposed 
for a considerable time to cold, a moderately low temperature being then 
sufficient. 

Metcnanthol is insoluble in water, dissolves sparingly in cold, more 
merece in boiling alcohol, and crystallises out for the most part on 
cooling. 


The so-called Hydride of Ginanthyl. 
C“uHYO or C*H 2602, 


TitteEy. (1848.) Ann. Pharm. 67, 110. 


formation and Preparation. 1 pt. of cenanthol is poured upon 
5 or 6 pts. of hydrate of potash, and the mixture is left to stand and heated 
to 120°, whereupon the liquid becomes thick. A large quantity of water 
is then added, and the residual oil freed, from every thing soluble in 
water, is distilled with water; it passes over very slowly, so that the 
distillation is not completed for several days. 


Properties. Colourless, mobile oil, having a faint odour of lemons. 
Boils at 220°, but becomes coloured at the same time and acquires a 
different odour, 
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Perhaps a ketone (Gm.). Therefore probably CHO? (Calc. I.) L. Calcula- 
“tion II is from Tilly’s formula. 


Decompositions. 1. The compound burns with a bright slightly 
sooty flame. It is difficult to burn with oxide of copper; Tilley’s analyses were 
therefore made with peculiar precaution.— 2, When added by drops to strong 
nitric acid, it dissolves and oxidises quickly, forming cenanthylie acid, 
without any secondary product, but not so quickly as cnanthol. — 
3. When heated with potash, it gives off hydrogen and yields cnanthylic 
acid together with a pitch-like substance; the decomposition takes place 
slowly. 


Ginanthylic Acid. C*“H",O*. 


LAURENT. (1837.) Ann. Chim. Phys. 66, 173.— Pharm. Centr. 
1828, 280. 

TitLtEY. Ann. Pharm. 39, 160.—J. pr. Chem. 24, 2387.—Pharm. Centr. 
1841, 887.—Ann. Pharm. 67, 106.—Pharm. Centr. 1848, 645. 
Bussy. 4. J. Pharm. 8, 329.—J. pr. Chem. 37, 96.— Pharm. Centr. 

1846, 170. 
SCHNEIDER. Ann. Pharm. 70, 112.—Pharm. Centr. 1849, 476. 
ARZBACHER. Ann. Pharm. 73, 200.—Pharm. Centr. 1850, 274. 
Brazipr & Gossteta. Ann. Pharm. 76, 268.—Pharm. Centr. 1851, 291. 


First obtained by Laurent in an impure state as azoleic acid; called aboleic acid 
by Berzelius. Occurs in the fusel-oil of spirit obtained from rice or maize (Wetherill, 
Chem. Gaz. 1853, 282). 


Formation. By the oxidation of enanthol in the air or in oxygen 
gas. By boiling wnanthol with nitric acid (Bussy, Tilley), or with 
chromic acid (Brazier & Gossleth); by boiling castor-oil with dilute 
acid (Tilley), or chromic acid. (Arzbicher.) By heating the distillate ob- 
tained from castor oil with nitric acid (Schneider, Ann. Pharm. 70, 112), 
or that from oleic acid with strong nitric acid. (Laurent, Redtenbacher, 
Ann. Pharm. 59, 41.) By the action of potash on cenanthol (p. 448), 


Preparation. 1, One pt. of enauthol is distilled with 2 pts. of a 
-mixture of 1 vol. strong nitric acid and 2 vol. water till the greater part 
has passed over; the oily distillate decanted from the acid water is 
saturated with baryta-water, and evaporated to the crystallising point; 
and the baryta-salt which crystallises out is decomposed by sulphuric or 
phosphoric acid: the cnanthylic acid then rises to the surface in the 
form of a colourless liquid. An additional quantity of cnanthylate of 
baryta may be obtained by washing the residue in the retort with water, 
which extracts nitric and oxalic acid, and neutralising with baryta: water. 
_(Bussy.) — 2. When cnanthol is distilled with strong nitric acid and the 
2a ah 
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distillate is mixed with water, nitacrol settles down in heavy drops, 
whilst an oily mixture of cnanthylic and caproic acids rises to the 
surface of the aqueous acid; and if this mixture be purified by distilla- 
tion with water and neutralised with baryta (the yellow colour which the 
liquid assumes, proceeds from nitrocholic acid); the mixture of the two baryta- 
salts repeatedly crystallised, and the aqueous solution evaporated till a 
crystalline film forms on the surface, the cenanthylate of baryta crys- 
tallises out first in lancet-shaped laminsw. The mother-liquor is again 
evaporated and left to cool, till the crystalline pulp becomes mixed with 
tuft-like erystals of caproate of baryta. (Tilley.) — 3. A mixture of Ipt. 
castor-oil and 2 pts. of nitric acid diluted with an equal bulk of water is 
heated in a retort; a violent action then takes place, so that the retort 
must be removed from the fire till it diminishes, after which the distilla- 
tion is continued for several days. The receiver contains the oily acid; 
while in the retort there remains a watery liquid, and a thick fatty sub- 
stance which, when distilled with water, yields a large additional quantity 
of the oily acid. The product is washed with water, distilled with water, 
and dried by fused phosphoric acid. (Tilley.) — 4. Castor-oil is mixed 
in a retort with a small quantity of a mixture of 4 pts. bichromate of 
potash, 5 pts. of oil of vitriol and 12 pts. of water; on heating the mix- 
tnre, a violent action and frothing takes place; and as soon as the liquid 
boils quietly, a larger quantity of the warm mixture is added. If the 
distillation be carefully conducted so that no sulphurous acid forms, the 
oil first becomes thick, and ultimately solidifies in a black mass. The 
watery portion of the distillate separated from the oily portion, which 
also still contains wnanthylic acid, is saturated with carbonate of 
baryta, evaporated to dryness, and boiled with alcohol. The filtcred 
solution solidifies on ccoling into a crystalline mass, which when 
washed with cold alcohol, ana recrystallised from hot alechol of 88 per 
cent., yields pure cnanthylate of baryta. (Arzbicher.) This method cannot 
be recommended for the preparation of cenanthylic acid. (Brazier & Gossleth.) 


Properties. Transparent colourless oil, having an unpleasant odour 
like that of codfish, faint in the cold, but becoming stronger at higher 
temperatures. (Bussy.) Has a peculiar aromatic odour, and a pungent 
exciting taste. (Tilley.) Begins to boil at 148°, but decomposes and 
blackens when subjected to continued distillation. (Tuilley.) Boils at 
212°, (Strecker, Lehrod. 5, 96.) ‘ 

Laurent. Tilley. 
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Decompositions. 1. Cénanthylic acid burns with a white flame. 
(Tilley.) —2. Heated with soda-ley, it forms a neutral oil. (Arzbacher.) 
— 8. Heated with potash-lime, it yields gaseous and liquid hydrocarbons 
of the formula C°H™. (Cahours, Compt. rend. 21, 141.) —4. When 
distilled with pentachloride of phosphorus, it yields chloride of enanthyl, 
which is resolved by water into hydrochloric and cnanthylic acids. 
Cahours, Compt. rend, 25, 724.) — 5. A concentrated solution of 
cenanthylate of potash decomposed by a current of six Bunsen’s cells 
(xi, 81), gives off hydrogen and carbonic acid gases, while monocar- 
bonate and bicarbonate of potash are formed, and an oil rises to 
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the surface, which, when distilled with potash, leaves qnanthylate of 
potash, and yields a distillate consisting mainly of caproyl C™H'®, and a 
hydrocarbon C*H* boiling at 170°.. (Brazier & Gossleth.) 


Combinations. Qénanthylic acid dissolves in concentrated nitric acid 
and is precipitated therefrom by water.— With salifiable bases it forms 
the Hnanthylates. 

Gnanthylate of Ammonia is very soluble in water. (Bussy-) 


@nanthylate of Potash. — Obtained by saturating the acid with 
carbonate of potash; does not crystallise; is very soluble. (‘Tilley.) 


Gnanthylate of Baryta (pp. 451, 452).— White nacreous scales. 
(Bussy, Williamson, Arzbicher.) Lancet-shaped tables, (Tilley.) Has 
a very faint, slightly bitter taste; inodorous, but when rubbed between the 
fingers, it imparts an unpleasant odour of perspiration. (Bussy.) Dissolves 
in 57 pts. of water at 23° (Bussy); very easily in hot water; still more 
easily in hot alcohol of 85 per cent., and crystallises out almost completely 
on cooling. (Arzbicher.) Dissolves in 392 pts. of alcohol (Bussy); inso- 
Juble in ether. 
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The salt analysed by Bussy was prepared from the acid obtained by 1; Tilley’s 
salt a from the acid prepared by 2; 6 from 3; Arzbiicher’s salt from acid 4; Schneider’s 
salt from the distillate obtained by heating rape-oil with nitric acid ; and Wilhemson’s 
from the acid obtained by the action of potash on cenanthol (p. 448). 


Bnanthylate of Lead. — The potash-salt forms with acetate of lead 
a lemon-yellow powder, which is insoluble in water, but slightly soluble 
in boiling alcohol, whence it separates in small scales on cooling. 


(Tilley.) 


“nanthylate of Copper separates after a while from a mixture of the 
free acid with acetate of copper in needles having a fine green colour 
and silky lustre. 


Dnanthylate of Silver. — The acid neutralised with ammonia forms 
with nitrate of silver a white precipitate insoluble in water, and turning 
brown on exposure to light. (Bussy. 

White flakes, which yield by dry distillation an oil and a solid 
substance, which crystallises in needles from hot alcohol ; both are acid. 


Bussy. Tilley. Williamson. Schneider. Arzb. 
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CEnanthylic acid dissolyes in alcohol and ether. 
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(nanthylate of Ethyl. 
C'8H 1804 — YHOO SHO 


TintrEy. (1841.) Ann. Pharm. 39, 162. 
Wittramson. Ann. Pharm. 61, 88.—Pharm. Centr. 1847, 297. 


Preparation. 1. Hydrochloric acid gas is passed through a solution 
of cnanthylic acid in strong alcohol ; the liquid distilled with aqueous 
carbonate of potash; and the distillate is washed with water, and finally 
dehydrated by chloride of calcium in a stream of carbonic acid gas. 
(Tilley.) 2. Hydrochloric acid gas is passed through a solution of 
1 vol. cnanthol in 4 vol. alcohol, till the liquid becomes brownish and 
fumes strongly, and the wnanthylate of ethyl is then separated by 
addition of water. (Williamson.) 


Properties. Colourless oil lighter than water. Solidifies in a freezing 
mixture. Has a peculiar agreeable odour, and a burning taste. (Tilley.) 
Has a pleasant fruity odour ; distils readily and completely, but with a 
constantly rising boiling point. ( Williamson.) 
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Burns with a clear non-fuliginous flame. 
Insoluble in water, easily soluble in alcohol and ether. 


Ginanthylate of Phenyl. 
OH '8O4 —_ CUnfFOi C4 YGs, 


Canours. Compt. rend. 88, 257. 
CGinanthylsaure Carbolsdéure. 


Produced by the action of chloride of cenanthol on phenylic alcohol. 
Oil boiling between 275° and 280°, 


Appendiz to Gnanthylic Acid. 


Ginanthic Acid. 


Lirpia & Pretouze. (1836.) Ann. Pharm. 19, 246.—Ann. Chim 
Phys. 63, 1138.—Pogg. 41, 571.—Pharm. Centr. 1837, 23. 

Muuper. Pogg. 41, 582.—Pharm. Centr. 1837, 809. 

Deirrs. Pogg. 84, 505. Ann. Pharm. 80, 290. — Pharm. Centr. 
1852,93. * 


Enanthsiurehydrat, Weinblumensiure, Sitinsture. 
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Produced.in the fermentation of wine and grain. 


Preparation. 1. Gnanthic ether is boiled with potash-ley, and the 
resulting cenanthate of potash is decomposed by dilute sulphuric or 
hydrochloric acid, the acid then rising to the surface in the form of an 
oil. It is washed with water, and dried with chloride of calcium or over 
oilof vitriol. (Liebig & Pelouze, Delfts.) — 2. The fusel-oil obtained in 
the first distillation of fermented grain is rectified over dilute carbonate 
of soda; the residue is boiled with water; and the filtered solution is 
decomposed by dilute sulphuric acid: the acid then collects on the surface 
of the liquid in the form of a fatty layer which is washed with water, 
dissolved in alcohol, and the solution left to evaporate. —3. When 
rectified fusel-oil is distilled with dilute potash-ley, and the residue is 
mixed with sulphuric acid, cenanthic acid separates, and may be purified 
by washing with water and crystallisation from alcohol. (Mulder.) 


Properties. Dazzling white, soft like butter at 13:2°, above which 
temperature it melts to a colourless oil. (Liebig & Pelouze.) Buttery 
mass. (Mulder.) Yellowish oil, which at low temperatures solidifies into 
an indistinctly crystalline buttery mass. Crystallises from alcohol in a 
friable mass. Melts even at the heat of the hand, or at all events 
below 25°. (Delffs.) Tasteless. Tnodorous and tasteless. Reddens 
litmus. 


Liebig & 
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Calculation I is from the formula proposed by Liebig. Delffs regards cenanthic 
acid as identical with pelargonic acid (II), which view agrees with the composition of 
the barium and silver salts analysed by him, but is opposed by the fact that cenanthic 
acid is decomposed by heat into water and the so-called anhydrous oenanthic acid. 
According to this, cenanthic acid should be tribasic, and the formula given by Liebig 
& Pelouze should be doubled (comp. Laurent, Compt. rend. 21, 857). Delffs’s view 
is also irreconcilable with the composition of chlorcenanthic acid (p. 460) [and with the 
boiling point of cenanthic ether. J.L.]. The large variations in the analyses of the 
salts by Liebig & Pelouze and Mulder and Delffs, show either that those chemists 
examined different bodies, or that the cenanthates have but little permanence; perhaps 
they yield pelargonic acid when decomposed, Mulder’s analyses agree nearly with the 
formula C?H™UMO® [L.]. 


Decompositions. Qnanthic acid is resolved by heat into water and 
anhydrous cnanthic acid. (Liebig & Pelouze.) — By very slow evapo- 
ration of alcoholic cnanthic acid, e.g. in a deep cylindrical glass, 
hydrated cnanthic acid is obtained as a transparent oil on the surface of 
the liquid [does not this oil contain alcohol? Gm.], while crystals of the 
anhydrous acid are formed at the bottom. (Mulder.) 


Combinations. Mulder assumes the existence of a hydrated cenanthic 
acid, which he describes as a transparent colourless oil of sp. gr. 0°881, 
and supposes to be converted into the anhydrous acid by gentle heating 
or by the action of chloride of calcium. The separation of the hydrated 
acid into the anhydrous acid and water is also said to be induced by 
dropping the crystals of the anhydrous acid into the hydrated acid. 
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G@nanthates. — OSnanthic acid dissolves in the aqueous solutions of 
the caustic alkalis and their carbonates, and forms mono-acid salts having 
a basic reaction and bi-acid salts which are neutral. (Liebig & Pelouze.) 


Gnanthate of Ammonia. —Oinanthic acid dissolves readily in 
ammonia, and the solution when evaporated leaves a greasy soapy mass, 
which no longer forms a clear solution in water. (Delffs.) 


Bi-cenanthate of Potash. — When warm aqueous potash is neutralised 
with cnanthic acid, the solution solidifies on cooling into a pulpy mass 
consisting of slender needles which have a silky lustre when dry. 
(Liebig & Pelouze.) 


Enanthate of Soda. —The acid dissolves in boiling carbonate of soda, 
with evolution of carbonic acid; on boiling the mass with alcohol, the 
filtered solution yields beautiful, silver-white, shining needles. (Mulder.) 
When the solution of cnanthic acid in boiling carbonate of soda is 
evaporated, and the residue boiled with alcohol, the liquid solidifies on 
cooling into a gelatinous translucent mass. (Liebig & Pelouze.) 


Qnanthate of Baryta. — Baryta-water is boiled with a slight excess 
of cnanthic acid, and the crystals first obtained are recrystallised from 
boiling water. Small crystalline lamine having a fatty lustre, and feeling 
hike mica. Contains 33°87 p.c. BaO, corresponding with the formula 
C*H"BaO. (Delffs.) (Calculation, 33°78 p.c.) 


Gnanthate of Lead. —Cinanthic acid forms with an alcoholic solution 
of acetate of lead at ordinary temperatures, thick white flakes of an 
insoluble acid salt, which melts in hot water, dissolves readily in alcohol, 
and erystallises from the saturated hot solution. When washed with 
cold alcohol it is resolved into a hyperacid and a basic salt. — Acetate of 
lead mixed with cenanthate of soda, forms a precipitate which when dried 
in vacuo, contains from 88°86 to 39°48 per cent. (Liebig & Pelouze.) 

An alcoholic solution of enanthate of soda forms with acetate of 
lead, a precipitate containing 27°1 per cent. of oxide of lead. (Mulder.) 


Gnanthate of Copper. — Omanthie acid acts with acetate of copper 
in the same manner as with acetate of lead. — An alcoholic solution of 
cnanthic acid forms with an alcoholic solution of acetate of copper a 
precipitate which cakes together in boiling water, and becomes hard and 
friable when cold. Boiling alechol extracts from it a salt which separates 
on cooling and contains 18°8 p. c. oxide of copper (sesquibasic salt) 
while a salt remains undissolved containing 28°4 p.c. oxide of copper, 
and thercfore polybasic. (Liebig & Pelouze.) 

An alecholic solution of @nanthate of soda forms with acctate of 
copper a precipitate containing 12°3 per cent, of oxide of copper. (Mulder.) 


Gincnthate of Silver, -— Nitrate of silver is precipitated by cnanthate 
of soda (Liebig & Pelouze, Mulder), or enanthate of ammonia (Delffs.) 
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CEnanthic acid dissolves readily in alcohol and ether. 


Ginanthic Ether. 


AvuBErGIER. (1821.) Ann. Chim. Phys. 14, 210. 

Linpic & PeLrouze. Ann. Pharm. 19, 241. —Ann. Chim. Phys. 63,113. 
—Pogg. 41, 571.— Pharm. Centr. 1837, 22. 

Muuper. Pogg. 41, 582.—Pharm. Centr. 1837, 807. 

STIcKEL. J. pr. Chem. 9, 167. 

Creutzpura. J. pr Chem. 10, 882.—Phari. Centr. 1837, 574. 

AUBERGIER, JuN. oJ. Pharm. 27, 286. 

Detrrs. LPogg. 84, 505.—Ann. Pharm. 80, 290. — Pharm. Centr. 
1852, 93. 

Liesia. Ann. Pharm. 80, 290. 


Gnanthidtker, Weinfuselil, Huile de mare de raisin, 


This compound is the source of the odour of all wines and causes a 
single drop of wine in a bottle to be distinctly smelt, whereas aqueous 
alcohol has but a very faint odour; it must not however be confounded 
with the bowgwet, which is different in different wines and absent alto- 
gether in many. (Liebig & Pelouze.) 


Formation and Preparation. 1. When 5 pts. of sulphovinate of 
potash are heated with | pt. of conanthic acid, the mixture fuses, and at 
150° an oil rises to the surface, consisting of cenanthic ether and excess 
of enanthie acid, which latter may be removed by heating with carbonate 
of potash. (Liebig & Pelouze.) —2. This ether is also obtained in the 
preparation of French brandy from wine and wine-lees. The wine-lces 
are distilled with half their bulk of water; the resulting distillate, of 15° 
Cartier, is redistilled, whereby a distillate is obtained of 22° Cartier, and 
at last, when the distillate shows only 15°, cenanthic ether Pe over 
with it; 10,000 pts. of this distillate yield only 1 pt. of cnanthie ether. 
(Liebig & Pelouze, according to Delechamps.) — The rough, sharp-tasting, 
colourless ether containing @nanthic acid (sometimes however coloured 
green by oxide of copper), 1s shaken up with aqueous carbonate of soda, 
and the milky mixture is heated to the boiling point; the wnanthic ether 
then rises to the surface and may be removed and dehydrated by chloride 
of calcium. (Liebig & Pelouze.) — 3. When the residues obtained in the 
distillation of afterwine brandy (Weintrester-branntwein) are again dis- 
tilled, comparativelypure alcohol, becoming turbid when mixed with water, 
passes over at first, then alcohol containing fusel-oil, then a watery liquid 
rendered turbid by the presence of oil; the two latter liquids united, 
yield, when mixed with water, a considerable quantity of oi] (150 litres 


458 PRIMARY NUCLEUS CH. 


of brandy yield more than 32 grins.) In one preparation a crystalline 
unctuous mass was obtained. (Aubergier.) — 4. Fusel-oil obtained in the 
first distillation from fermented grain, and still retaining a greenish 
colour of oxide of copper after one rectification, is again rectified over 
aqueous carbonate of soda. The conanthic ether thus obtained, still 
contains an oil not decomposible by potash, which also passes over in the 
decomposition of wnanthic ether by potash (vid. inf.) ; it has a very pene- 
trating odour like that of Phellandrvwm and a sharp taste. (For its com- 
position, vid. Pogg, 41, 582.) (Mulder.) 


Properties. ‘Transparent colourless oil, of sp. gr. 0°862, having a 
strong, intoxicating, vinous odour and a faint disagreeable taste. Boils 
between 225° and 230°. - Vapour-density 9°8. (Liebig & Pelouze.) — 
Very mobile oil, colourless at first, but assuming a yellowish tint when 
exposed to light ; has a very pevetrating odour and sharp unpleasant 
taste. Less volatile than the volatile oils. (Aubergier.) — Fusel-oil 
obtained from the lees of Jena wine is light brown, viscid, and deposits 
a large quantity of stearoptene at 4°. Sp. gr.0°856. Has a somewhat 
unpleasant odour like that of cheese from reindeer’s milk, and an 
extremely nauseous taste, exciting violent irritation in the throat. Four 
drops make a sparrow uneasy, but produce no further symptoms. 
(Stickel.) — Fusel-oil from the lees of Austrian wine has a penetrating 
ethereal, vinous odour and a mild vinous taste ; a few drops of it impart 
to pure alcohol the odour and taste of French brandy. It is less volatile 
than ether, more volatile than the volatile oils. (Creutzburg.) — Cénan- 
thic ether obtained from a distillery in Kreuznach is yellowish and 
slightly acid, begins to boil at 240°, and exhibits a constant boiling point 
at 246°, one-fourth passing over between 246° and 250°. This portion, 
after being freed from a little acid by agitation with carbonate of soda, 
is colourless, and of sp. gr. 0°87 at 15°. Boiling point 224°, with the 
barometer at 27” 8’”. Vapour-density=7'042. It has a pleasant vinous 
odour, and its taste is faint at first but afterwards produces irritation in 
the throat. 


Liebig & 
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Calculation I is according to Liebig & Pelouze: II, according to Delffs (comp. 
page 362). Calculation II, gives the vapour-density 6°5 and boiling-point 207°. The 
formula I doubled corresponds to a vapour-density = 10°3993. [L.] [According to 
I, cenanthic ether should be composed of 4 vol. anhydrous acid and } vol. ether- 


vapour. J. L.] 


Decompositions. 1. CSnanthic ether becomes yellowish when heated 
and leaves a yellowish residue by distillation. (Delffs.) — When distilled, 
it first passes over unaltered, and then yields a distillate having an 
empyreumatic odour; the residue in the retort becomes more and more 
yellow as the distillation goes on, and at last a very light charcoal 
remains. (Aubergier.) — 2. When kept for some time, it turns brown 
and acquires the power of reddening litmus; it burns with a yellowish 
red flame and leaves no residue, (Stickel.) — 3. Boiled with potash-ley, 
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it yields alcohol and wnanthate of potash. (Liebig & Pelouze, Mulder, 
Delffs.) — With alkalis it forms saponaceous compounds. (Aubergier.) 
— 4. It is not decomposed by aikaline carbonates or by ammonia, either 
in the form of gas or of aqueous solution. (Liebig & Pelouze.) — lt does 
not dissolve in potash even after long boiling. (Stickel.) — 5. Heated 
with iodine, it emits a peculiar vinous odour. (Stickel.) — With chlorine 
it forms hydrochloric acid and chlorcenanthie ether. (Malaguti.) 
(Enanthic ether is insoluble in water. — It imparts to water its taste 
and smell. (Aubergier.) — With ammonia it forms a liniment. (Stickel.) 


It dissolves very readily in alcohol, even if very dilute; also in ether. 
(Liebig & Pelouze, Stickel.) 


When the peels of 40 ripe quinces were distilled with water, a watery 
liquid passed over smelling strongly of quinces and having drops of oil 
floating upon it; more of these oily drops were obtained on distilling the 
water, but they altogether formed only one large drop. ‘This oil has a 
very strong odour of quinces, and when distilled with potash-ley till the 
residue becomes inodorous, yields an oil having a similar odour; the 
inodorous potash-solution is rendered milky by sulphuric acid, and on 
heating it, an oil separates out which boils at about 10°, dissolves readily 
in potash, and is therefore probably cenanthic acid. (Wohler, Ann. 
Pharm. 41, 239.) 


The so-called Anhydrous Ginanthic Acid. 


Linsia & PeLtouze. Ann. Pharm. 19, 246.—Pogg. 41, 571.—Pharm. 
Centr. 1837, 24. 


Mutper. Pogg. 41, 582.—J. pr. Chem. 12, 265. 


In the distillation of cenanthic acid, water and cenanthic acid pass 
over first, but at last anhydrous cenanthie acid, which begins to boil at 
260°; but the boiling point rises gradually to 294°, the liquid at the 
same time becoming-coloured. After fusion it solidifies at 31°. Inodo- 
rous and tasteless. Reddens litmus. (Liebig & Pelouze.) According to 
Mulder, this compound is left when an alcoholic solution of cenanthiec acid 
is left to evaporate slowly (p. 459). 


Liebig & Mulder. 
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It absorbs 1 At. amiponiacal gas. (Mulder, Pelouze, V. Ann. Chim. 
Phys. 13, 259.) 
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Chlorcenanthic Acid. 


Mauaacutr. Ann. Chim. Phys. 70, 863.—J. pr. Chem. 18, 47.—Pharm. 
Centr. 1889, 580. 


When chlorcenanthic ether is left in contact with potash-ley, till it is 
completely decomposed, then mixed with an acid, chlorenanthic acid 
falls to the bottom in oily, slightly coloured dreps. ‘This oily liquid is 
saturated with carbonate of soda, the solution treated with animal 
charcoal, and precipitated by an acid, and the chlorenanthic acid thus 
separated is washed with boiling water and dried in yacuo over oil of 
vitriol. 

' Colourless, very fluid, inodorous; has a disagreeable taste and reddens 
itmus, 
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From this composition it is impossible to deduce any formula in accordance with 
Delffs’s view of cenanthic acid ; C!8H!6CO# requires 47°58 p. c, C and 31°27 p.c. Cl, 
and C8HCBO? requires 41°30 p.c. C and 40°76 p.c. Cl. [L.] 


The acid decomposes below the boiling point. 
It combines with alkalis and heavy metallic oxides. The silver and 
copper salts decompose when washed with water. 


Chlorenanthic Ether. 


Matacutr. (1839.) Ann. Chim. Phys. 70, 863.—J. pr. Chem. 18, 47. 
—Ann. Pharm. 82, 385.—Pharm. Centr. 1829, 580. 


Ether enanthique chloruré. 


(Enanthic ether in contact with chlorine gas becomes heated, gives 
off a large quantity of hydrochloric acid and turns yellow. When the 
liquid, after continued action, has regained its former temperature, it is 
decolorised by gentle heating, washed with potash-ley aud then with 
water, and dried in vacuo over oil of vitriol. 

Colourless syrup of sp. gr. 1:2912 at 16°5°, having a pleasant odour 
and a disagreeable bitter taste. Not volatile. 
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According to Malaguti’s calculation I, chlorcenanthic ether =: C4H®CI?20, CHHUC2O2 
[or perhaps 2C*H9CPO,C*H“CiHO*], Calculation I corresponds to Delffs’s view of 
cenanthic acid. 


CHLORIDE OF GNANTHYLENE, 451 


Chlorwnanthic ether blackens at a strong heat and gives off hydro- 
chloric acid gas, a heterogeneous liquid then distilling over, whose boiling 
point rises as the distillation goes on; in the retort there remains a very 
acid pitch-like muss. The ether is slowly decomposed by potash-ley, but 
completely after some days; the liquid contains hydrochlorate and acetate 
of potash and acids separate cenanthic acid from it. 

It dissolves in 15 or 16 pts. of alcohol at 40° 


T. Chloride of Gnanthylene. C™%H",Cr 


Limpricut, Ann. Pharm. 108, 80. 


Formation. By the action of pentachloride of phosphorus on cnan- 
thol. 


Preparation. When 1 At. wnanthol is gradually allowed to flow 
into 1 At. pentachloride of phosphorus contained in a tubulated retort, 
great heat is evolved, and a portion of the resalting chlorophosphoric acid 
distils over immediately. As soon as the decomposition of the penta- 
chloride is complete, the liquid is subjected to fractional distillation, the 
portion which boils above 150° being collected apart as long as it passes 
over colourless; in the retort there remains a small quantity of a brown 
thick liquid. The last distillate is washed with water to remove adher- 
ing chlorophosphoric acid; and the oil which floats on the water is 
shaken up with bisulphite of soda to remove undecomposed cenanthol, 
then dried with chloride of calcium and rectified, the portien which boils 
between 180° and 200° being collected apart; on again rectifying this 
portion, pure chloride of cnanthylene passes over at 187°. 


Properties. Transparent, colourless, mobile liquid, lighter than water, 
having a not unpleasant cdour, like that of cnanthol. It boils at 191°. 
(The boiling point read off was 187°, but acorrection of 4° is made for the column of 
mercury not immersed in the liquid.) 


Limpricht. 
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The compound gently heated with sodium is decomposed with violence, 
yielding cnanthylene and chloride of sodium. — Boiled for some time 
with ethylate of sodium or alcoholic solution of potash, it is resolved into 
hydrochloric acid, chlorenanthylene C“H*Cl, and a hydrocarbon, pro- 
bably O*¥H"; 


C¥HMCP — 2HCI = C¥HY. 


It is not perceptibly decomposed by acetate of silver, even when con- 
tinuously boiled with it or heated to 250° in sealed tubes. (Limpricht.) 4 
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Oxygen-nucleus CHO. 


Anhydrous Ginanthylic Acid. 
C4HBO3 — CATA O* 


Cutozza & Mauersa. (1854.) Ann. Pharm. 91, 102.—J. pr. Chem. 
64, 82.—Pharm. Centr. 1854, 739. 


(Enanthylic Anhydride, Ginanthylic Ginanthylate. 


Preparation. By mixing 6 At. of perfectly dry cnanthylate of 
potash with 1 At. chlorophosphoric acid. Theaction begins spontaneously, 
giving rise to evolution of heat, and it is merely necessary to heat the 
mixture slightly just at the last. In other respects the process is con- 
ducted as in the preparation of anhydrous benzoic acid (p. 94). Qénan- 
thylate of baryta is not so easily attacked as the potash-salt. ; 


Properties. Colourless oil, of sp. gr. 0-91 at 14°. At ordinary 
temperatures, it has a faint odour somewhat like that of anhydrous 
caprylic acid; when heated it gives off an aromatic odour; if kept in 
badly closed vessels, it smells rancid. 


Malerba 
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With alkalis, it behaves like other anhydrides. With caustic 
ammonia it forms conanthylamide. 


Benzoic Ginanthylate. 
C78 H 1808 — C4HEO? C4H Os 


Cuiozza & MALERBA. oc. cit. 


Produced by the action of chloride of benzoyl on cnanthylate of 
potash. 

Colourless oil of sp. gr. 1:043. Smells like cenanthylic anhydride. 
When recently prepared, it has no action on litmus paper. 


Malerba. 
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In contact with the air, it quickly becomes filled with crystals of 
benzoic acid. 


PIMELIC ACID. 463 


Oxygen-nucleus CMH?O?, 


Pimelic Acid. 
C4HPO§ — CPt, 0°, 


Laurent. (1887.) Ann. Chim. Phys. 66, 163.—J. pr. Chem. 27, 816. 
—Pharm. Centr. 1838, 280. 

Bromets. Ann. Pharm. 35, 104.—Pharm. Centr. 1840, 615. 

Raveuirr. Ann. Pharm. 48, 353.—Pharm. Centr. 1842, 907. 

GERHARDT. fev. scient. 19, 12. 

Sace. Ann. Pharm. 51, 221.—Pharm.Centr. 1844, 876. 

MarsH. Ann. Pharm. 104, 121. 


Pimelinic acid, Pimelinsdéure. 


Formation. By the action of nitric acid on caprylic alcohol (Bouis), 
oleic acid, linseed-oil, wax or spermaceti.— Also, according to Sacc, 
when a mixture of pure succinic acid and excess of suberis acid is heated 
with nitric acid [? L.] 


2C8H°O® + ChHMO® +20 = 2C4H”O® + 4CO? + 2HO. 


Preparation. 1. The hard erystalline grains of pimelic acid con- 
taminated with suberic acid which are obtained in the preparation of 
lipic acid (x, 434), are freed from adhering suberic acid by elutriation 
with water and washing with cold alcchol, and recrystallised from boiling 
water. (Laurent.) — According to Bromeis, pimelic acid occurs, not so 
much in the acid mother-liquor of suberic acid prepared by Laurent’s 
method, as in the wash-water; and crystallises therefrom by slow evapo- 
ration. It is purified by repeated crystallisation from boiling water. — 
Marsh separates the suberic acid as completely as possible by repeated 
crystallisation ; concentrates the mother-liquor very strongly ; presses 
the separated mixture of acids between bibulous paper ; dissolves them 
in water; mixes the warm solution with a quautity of strong aqueous 
carbonate of soda sufficient to impart a slight alkaline reaction ; treats 
the concentrated liquid with chioride of barium as long as suberate of 
baryta is thereby precipitated ; and mixes the liquid decanted from the 
precipitate after cooling with a warm concentrated solution of sulphate 
of copper. The precipitation must not be performed at too high a temperature, 
otherwise the pimelate of copper as it separates, will partially fuse and cake together. 
The light blue precipitate of pimelate of copper is suspended in water 
and decomposed with sulpburetted hydrogen, and the liquid is evaporated 
to the crystallising point, the first portions, which possibly still contain a 
little suberic acid, being set aside, and the last portions being regarded as 
pure pimelic acid. — Sace, in preparing suberic acid by the oxidation of 
linseed-oil with nitric acid, obtained from the mother-liquor containing 
nitric acid which was left after the first crystallisation of suberic acid, — 
first, fresh quantities of suberic acid, and then larger granules or hard 
yellowish plates of pimelic acid, which were purified by distillation. — 
2. When 1 pt. of wax is boiled with 2 pts. of nitric acid till the whole ° 
-is dissolved, granules of pimelic acid separate first as the liquid cools. 
(Gerhardt.) — 3. Radcliffe digested spermaceti with moderately strong 
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nitric acid till the whole was dissolved ; the solution when evaporated 
and left to cool, yielded, besides succinic acid, white granules of pimelic 
acid. If the digestion be continued, the pimelic acid diminishes in 
quantity and the succinic acid increases, so that it is only the mother- 
liquor of the succinic acid that then yields pimelic acid. — In another 
experiment, Radcliff obtained an acid which separated in transparent 
crystals, arranged in groups like cauliflower-heads ; this acid dissolved 
readily in water and exhibited the composition of adipic acid,— 
4, When a mixture of succinic and excess of suberic acid is boiled with 
strong nitric acid, and the excess of suberic acid is removed by evapo- 
ration and cooling, the mother-liquor yields very beautiful pimelic acid 
without any trace of succinic or suberic acid. (Sacc.) [? L. | 


Properties. White granules of the size of pins’ heads and composed 
of small crystals. (Laurent.) Needle-shaped crystals grouped in hard, 
warty, stellate masses. (Marsh.) Has no smell, but a sour taste. 
(Laurent.) Tastes sour, somewhat like tartaric acid. (Marsh.) Melts 
at 114° (Laurent); at 134° (after drying at 100°). (Bromeis.) When 
perfectly dry, it softens at 112° and melts at 114° or 115° (a specimen 
imperfectly dried melted at 90°), and solidifies on cooling, into a brittle 
mass of needle-shaped crystals. (Marsh.) Distils without decomposition 
ata high temperature. (Laurent.) Boils ata high temperature apparently 
between 280° and 235°, turning slightly brown, and distilling in the form of 
a transparent oil which forms needle-shaped crystals on cooling. (Marsh.) 


At 1007, Laurent. Bromeis. Radcliff. Gerhardt. 
te Re doers, ee Tsay Ads) ge Re D1 ti D ssiee AL 2 . .eeren Lo eee 
LA Aid ideupeieety ek ae resi) pete Dias. nses fe tee Ja) Fee 7°8 

i 8 ee Gl ee SOO ere AO 7 8, a0 7 ee ee) eee Agee 
ChHAYGS 4.6 1605 ent 00200 “peiccccrs 100°00.,. ..... 100°00 .....4,100°00+ = 1808 


Decompositions. When fused with hydrate of potash, it gives off a 
large quantity of water, and at a stronger heat, hydrogen gas: the 
residue turns yellow, contains oxalic acid, and when distilled with sul- 
phuric acid, yields a volatile acid having the odour of valerianic acid, 


and forming a silver-salt which blackens quickly when exposed to light. 
(Gerhardt) : 


C4uH?O8 + 4HO = C4H208 + CHO! + 4H, 


Combinations. Pimelic acid dissolves in 35 pts. of water at 18°, very 
easily in boiling water. (Laurent.) It is more soluble in water than 
suberic acid. (Bromeis.) It dissolves in heated oil of vitriol. (Laurent.) 


Pimelates.-— The acid is bibasic. Only its neutral salts, C4H!M?208, 
are known. Nevertheless, a solution of pimelic acid boiled with the 
recently precipitated carbonates of baryta, strontia, lime or magnesia, 
even for a considerable time, does not dissolve a sufficient quantity of the 
bases to form neutral salts. 

Pimelate of Ammonia dissolved in water gives off ammonia when 


boiled, and when left to itself for some time, especially in a warm place. 
(Marsh.) 


Pimelate of Baryta. — Obtained by boiling the aqueous acid with 
carbonate of baryta. (Laurent.) ae 


PIMELATE OF ETHYL. 45 


Laurent. 
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The acid neutralised with ammonia does not precipitate the salts of 
baryta, strontia, lime or magnesia (Laurent, Bromeis, Marsh), or manganous 
oxide or zinc-oxide. (Laurent, Bromeis.) — With zinc-salts it forms a 
white bulky precipitate, which, if sulphuric acid is present, appears only 
when the liquid is heated. (Marsh.) — With dead-salts a white preci- 
pitate (Laurent), apparently insoluble in water and alcohol. (Marsh.) 
With ferric salts a light red precipitate. With mercuric chloride a 
white precipitate. (Laurent.) 


Pimelate ‘of Copper. — The ammonia-salt forms with cupric salts a 
green precipitate (Laurent); a blue precipitate insoluble in water and 
alcohol. With acetate of copper however no precipitate is formed, the mixture of 
the two salts leaving only a syrupy mass when evaporated. (Marsh.) 


Marsh. 
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Pimelate of Silver.— The neutral ammonia-salt forms a white preci- 
pitate with nitrate of silver. 


Bromeis. Radcliff. Marsh. 
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Pimelic acid dissolves readily in warm alcohol and ether. 


¢. Pimelate of Ethyl. 
C?2H2°08 = 2G FH FO. Ce He O°. 


Marsh. Ann. Pharm. 104, 125. 


Obtained by the repeated action of hydrochloric acid on an alcoholic 
solution of pimelic acid. The portion which is volatile below 100° is 
distilled off; the residue neutralised with carbonate of soda; and the dark 
red oil thereby separated —the quantity of which increases on further 
addition of water —is dehydrated by means of chloride of calcium.— 
The liquid thus obtained has an agreeable fruity odour and the following 
composition : 

VOL. XII. 2u 
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It begins to boil at 185°, but the boiling point gradually rises, char- 
coal separates, and a liquid passes over which effervesces with carbonate 
of soda, and appears to be Hthylopimelic acid, C4H'O,HO,CYH”O®. Its 
composition is : 


Dried over chloride of calcium. Marsh. 
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Pimelate of Methyl. — 2C°H8O,C“H"0°, is prepared in a similar 
manner to the ethyl-compound, and undergoes the same kind of decompo- 
sition when boiled. 


7. Pimelate of Amy]. 
C3#4H 208 — 20" HO C¥HYO* 


Marsuo. Ann. Pharm. 104, 124. 


Hydrochloric acid gas is passed into a solution of pimelic acid in amylic 
alcohol; the portion which boils below 180°, distilled off; the residue 
mixed with a fresh portion of amylic alcohol; hydrochloric acid again 
passed into the liquid; and the portion volatile below 130° again distilled 
off. The dark red residue begins to boil at 260°, but the boiling point 
soon rises to 280°, and a dark red oily liquid passes over. Lastly, this 
liquid, together with that which is extracted by alcohol from the 
blackened residue in the retort, is rectified, the portion which distils below 
150° being rejected, and that obtained between 170° and 200°, collected 
apart. 

Dark red somewhat oily liquid, having a penetrating but not 
unpleasant odour. 


Marsh 
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Insoluble in water, soluble in alcohol and ether. % 


TEREBILIC ACID. . 467 


Oxygen-nucleus CYHMO¢, 


Terebilic Acid. 
C14H 08 — OPA EPL OLE 


Bromeis. (1841.) Ann. Pharm. 87, 297.—Pharm. Centr. 1841, 399. 
Rapournin. WV. J. Pharm. 6, 185.—Pharm. Centr. 1845, 218. 
Camntot. L’Inst. 1849, 8353.—WV. Phil. Mag. 86, 67. 


Terebic acid, Terebilscure, Terebinsiure, Terpenthinsiure (Bromeis), Acid 
térébique, Acide térébilique (Rabourdin). 


Hormation. By the action of strong nitric acid on oil of turpentine 
or colophonium. 


Preparation. When oil of turpentine or colophonium is boiled with 
nitric acid, a violent action takes place. When oil of turpentine is used, 
the mixture is thrown out of the vessel; colophonium acts more quietly, 
and after a few days, the whole dissolves, forming a clear liquid, which 
when mixed with water becomes turbid and deposits resin. After 
evaporating to dryness, and treating the residue with water, nothing 
remains but a small quantity of resin; and the acid solution, which is 
almost free from nitric acid yields by evaporation a yellowish syrup 
which, if left for some time in the cold, deposits crystals of terebilic acid; 
they may be washed with water and dried between paper. (Bromeis.) 
-—~ When a small quantity of oil of turpentine (obtained from Penus 
maritima), is heated with commercial nitric acid, a very violent action 
takes place at 60°; and if more oil of turpentine be added in successive 
portions, the nitric acid being however kept in excess, and the liquid 
being ultimately boiled, till the resin which separates at first is com- 
pletely dissolved, a saffron-coloured resin is precipitated on addition of 
water, and the liquid after being evaporated to a syrup, yields crystals 
of oxalic acid. The mother-liquor diluted with water in order to preci- 
pitate a small remaining quantity of resin, and then again evaporated to 
a syrup, yields terebilic acid in a few days in the form of a granular 
mass; (if no such product is obtained, the syrup must be mixed with an 
equal volume of nitric acid and evaporated over the water-bath to its 
former bulk). The granular crystals are washed with cold water and 
recrystallised twice or three times. (Rabourdin.) ) 


Properties. Four-sided prisms with oblique terminal faces, and 
having a strong lustre on the lateral faces. (Bromeis.) Crystallises 
from the alcoholic solution by spontaneous evaporation in transparent 
colourless rectangular prisms and acute or wedge-shaped octohedrons; from 
the aqueous solution, on cooling, in small crystals united in groups like 
cauliflower-heads. (Rabourdin.) Melts with some difficulty (Bromeis); 
at 200°, without loss of weight (Rabourdin); fumes slightly when strongly 
heated, but does not sublime. (Bromeis, Rabourdin.) Its taste is purely 
acid. (Rabourdin.) 

2H 2 
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The behaviour under the influence of heat makes it doubtful whether the acid 
examined by Bromeis was the same as that examined by Rabourdin. 


Decompositions. 1. The acid when heated, decomposes with slight 
ntumescence. (Bromeis.) When heated to the boiling point, it gives off 
arbonic acid and yields a distillate of pyroterebilic acid, without leaving 

any residue in the retort. (Rabourdin.) 

2. It is not altered by boiling with nitric acid, but oil of vitriol 
blackens it. (Rabourdin.) 

8. According to Caillot’s researches, which are known only in 
abstract, terebilic acid, in presence of excess of bases, takes up 2 or 3 At. 
water and forms two new acids; with lime, cupric oxide, lead-oxide and 
silver-oxide, diaterebates are formed, = C“*H"°0%,2MO; with potash, 
soda, baryta, strontia, magnesia and magnanous oxide, metaterebates = 
C'H"YH?2MO. When hydrated oxide of lead is dissolved in terebilic 
acid or terebilate of lead (obtained by dissolving carbonate of lead in 
the aqueous acid) the salt C"%H*O’,5PbO is formed, which dissolves in 
water in all proportions and when boiled yields C'*H8O%,7PbO. 


Combinations. Terebilic acid dissolves sparingly in cold water, but is 
much more soluble in boiling water. (Rabourdin.) 

The Zerebilates are soluble in water, the ferric salt only being difficult 
to dissolve; the terebilates of the alkalis and earths dissolve very easily 
and crystallise ‘with difficulty. (Rabourdin.) The ammoniacal solution 
does not precipitate a solution of chloride of calcium, acetate of lead or 
nitrate of silver. (Bromeis.) 


Terebilate of Lead. — a. Basic. —'The aqueous solution of 6 dissolves 
a large quantity of oxide of lead, forming a basic salt which crystallises 
with difficulty, The aqueous solution does not precipitate basic acetate of lead. 

b, Neutral. — When oxide of lead is dissolved in the aqueous acid in 
such quantity as to leave the liquid still acid, and the solution is then 
evaporated to a syrup at a gentle heat, white crusts form on cooling, 
consisting of crystals aggregated in cauliflower-like groups. Dissolyes 
readily in water. (Rabourdin.) 

Ferric salts are precipitated by alkaline terebilates; in dilute solutions 
a blood-red colour is produced. (Kabourdin.) 


Tercbilate of Silver. — A strong aqueous solution of nitrate of silyer 
is precipitated by an alkaline terebilate in slight excess; and the preci- 
pitate is washed with a little cold water, pressed between paper and 
dried by heat in a dark place. Four-sided needles having a strong 
lustre. It blackens when exposed to light, especially if moist. 
(Rabourdin.) Bromeis, by mixing terebilate of ammonia with a slight 
excess of nitrate of silver and evaporating, obtained, as the liquid cooled, 
needles grouped in tufts and having a fine silky lustre; they decom- 
posed at a rather high temperature, and when slowly heated, left silver 
in the form of the crystals. 
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Terebilic acid dissolves very readily in alcohol and in ether. 


Terebilate of Methyl. C%’H™“O*® = C?H*O0,C“H®O".— Oil having a 
burning, but not acid taste. Cannot be distilled without decomposition. 
— Dissolves sparingly in water. With bases it forms salts having but 
little stability. (Caillot, Z’Jnstitut. 1849, 354.) 


Terebilate of Ethyl, C8H4O8=C*H*®O,C¥H°O"7. — Oil, having a burn- 
ing but not acid taste. — Cannot be distilled without decomposition. — 
Sparingly soluble in water. With bases, it forms salts which have but 
little stability and are resolved by the slightest heat into metaterebates, 
alcohol and terebate of ethyl: ¢ 9. 


eee er Oba, HO). + 70 — CYHVO'! 2Ba0 4 CtH°O? + Cuneo? C270. 
(Caillot; see page. 468). 


Terebilate of Amyl. C™¥*H®08=C"H"0,C“H°O’, — Resembles the 
ethyl-compound. (Caillot.) 


Chlorine-nucleus CMC1H®, 


7. Chlorcnanthylene. C’CIH™. 


Limpricut. Ann. Pharm. 108, 82. 


Formation. —By the action of alcoholic potash or ethylate of sodium 
on chloride of cenanthylene (p. 461). 


Preparation, A. very concentrated alcoholic solution of potash is 
distilled upwards with chloride of cenanthylene for a considerable time 
(the decomposition of 15 grammes of the chloride takes about a week); 
—-or chloride of cenanthylene and ethylate of sodium are heated together 
in a sealed tube to 250°; — the liquid obtained by either process is diluted 
with water which separates impure chlorcenanthylene; and this crude 
product is dried by means of chloride of calcium and then subjected to 
fractional distillation. It begins to boil at 100°, the boiling point slowly 
rising to 150°, where it remains constant for a while and ultimately rises 
to 190°. The liquid which passes over below 100° is a hydrocarbon 
(vid. inf.); that which distils at 152° is chlorenanthylene, and above 
that temperature the product consists chiefly of undecomposed chloride 
of cnanthylene. The complete separation of these liqnids can be effected 
only by repeated rectification. 


Properties. Liquid resembling chloride of cenanthylene and having 
a similar odour. Boils at 155° (observed boiling point 152°; correction 3°). 
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- Limpricht. 
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Sodium remains unaltered in chlorenanthylene at ordinary tempera- 
tures; but on heating the liquid, a violent action suddenly takes place, 
chloride of sodium being formed together with a hydrocarbon, probably 
CH 12, —__ The same hydrocarbon appears to be produced by the action of alcoholic 


potash on chlorcenanthylene; for the portion of the liquid obtained in the prepa- 
ration of chloroemanthylene above described, which boiled below 100°, was found to 
contain 84°14 p. c. carbon and 12°42 hydrogen, besides a certain quantity of chlorine. 
Supposing now that the deficient 3°4 per cent. consisted of chlorine, arising from an 
admixture of chlorcenanthylene with the hydrocarbon, and deducting from the preced- 
ing quantities of carbon and hydrogen the quantities of those elements corresponding to 
this 3°4 p.c. of chlorine, there remains 76°3 C and 11*2 H, or 87°5 p. c. Cand 12°5 H, 
agreeing very nearly with the formula C4¥H", which requires 87°2 p.c. C and 12°8 H. 
The analysis of another specimen calculated in a similar manner gave 87°7 p.c. and 
12:°3 HH. The formation of this hydrocarbon from chloride of cenanthylene and from 
chlorcenanthylene is represented by the equations: C4H“C? — 2HCl=C4H®; and 
C4H8C] — HCl = C4H®”. (Limpricht:) . 


Chloride of Ginanthyl. 
OMG LE SOs iG LEE Ose ats 


Canours. Compt. rend. 25, 724. 


Produced by distilling cenanthylic: acid with pentachloride of 


phosphorus. 
It is decomposed by water into hydrochloric aud cnanthylic acids. 


Chlorine-nucleus C4CFH". 


Terchlorenanthol. 
CY“CBHU QO? —— is 0 bd we beat Bis 


WituiAMson. (1847.) Ann. Pharm. 61, 44. 


(Enanthol absorbs a large quantity of chlorine gas, and is converted, 
with formation of hydrochloric acid, into a viscid oil, which is washed 
with water and freed from hydrochloric acid by repeated solution in 
alcohol and precipitation by water.— It has an agreeable odour, some- 
thing like that of caoutchouc. It sinks in water, but does not appear to 
be decomposed by it, even after long immersion. It cannot be distilled 
without decomposition. 


Williamson. 
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When heated, it blackens and gives off hydrochloric acid. 


THEOBROMINE. 


p> 
~J 
ee 


Amidogen-nucleus CYAdILS, 


Ginanthylamide. 
CHUN HCO? — GH adn 02: 


CuiozzaA & MaterBa. (1854.) Ann. Pharm. 91, 1038.—J. pr. Chen. 
64, 32. 


(Hnanthylic anhydride forms with strong caustic ammonia a mass of 
small crystals which may be recrystallised from boiling water. — Laminte 
having a pearly lustre. Melts at 95° and volatilises without decompo- 
sition at a higher temperature. 


Malerba. 
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CN Oe a ge LULU 


Oxyazo-nucleus CYN*H8O*. 


Theobromine. 
CHN‘H®0! = CMN‘H*04 HE. 1 


WoOSKRESENSKY. (1841.) Ann. Pharm. 41, 125.—J. pr. Chem. 
23, 394.—Pharm. Centr. 1841, 520. 

Bury. WV. Br. Arch. 29, 201.—Pharm. Centr. 1842, 303; 1846, 424. 

KewLerR. Ann. Pharm. 92, '71.—J. pr. Chem. 64, 190.—Pharm. Centr. 
64, 190.— Pharm. Centr. 1855, 95. 


Sources. In cacao-beans (Woskresensky), and in small quantity in 
their husks. (Bley.) 


Preparation. Cacao-beans are treated with water for.some time at 
the heat of the water-bath ; the solution is strained through linen, and 
carefully precipitated by neutral acetate of lead ; the precipitate, which 
is abundant, is separated by filtration; and the filtered liquid is freed from 
excess of lead by sulphuretted hydrogen. ‘The filtrate then yields by 
evaporation a brown residue, which is boiled with alcohol and filtered at 
the boiling heat ; the liquid on cooling deposits a reddish white crystalline 
powder, which is obtained colourless by repeated crystallisation. (Wos- 
kresensky, Glasson.) Keller heats the theobromine obtained as above, 
between two watch-glasses, whereby a small quantity of charcoal is 
separated, and a dazzling white sublimate is formed. 


Properties. Colourless crystalline powder. Microscopic crystals 
belonging to the right prismatic system; «P2; P in club-shaped groups. 
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(Keller.) Tastes very bitter, but the flavour is very slowly developed. 
(Woskresensky, Glasson.) Sublimes without decomposition between 290° 
and 295°. (Keller.) 


Woskresensky. Glasson. Keller. 

Tee Ca cecciee of ee Sie: AG 3318, 47°18 de> 46°28 
Bo aerntteres se paeaerrrigg} EAD ioaeche nie, Ss He Yo Me Gk No» CME Tc 
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AO) Baten Do ge Ad 2 0. scenes TD Tt has) ge ee ae 
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Decompositions. 1. With chlorine in presence of water, it forms 
amalic acid (xi, 483) and hydrochlorate of methylamine. (Rochleder & 
Hlasiwetz, Wien. Akad. 1850, 1, 266.) — 2. Heated with peroxide of lead 
and dilute sulphuric acid, it gives off carbonic acid, the decomposition 
when once begun, going on without further application of heat; and if 
the right quantity of peroxide of lead be added and the heating not too 
Jong coutinued, there is obtained, after separating the sulphate of lead 
by filtration, a transparent colourless liquid, which gives off ammonia 
when treated with potash, separates sulphur from sulphuretted hydrogen, 
colours the skin purple-red, and immediately turns blue when treated 
with magnesia. An excess of magnesia destroys this colour, which may 
however be restored by cautious addition of sulphuric acid. The liquid 
mixed with excess of magnesia, becomes reddish and gives off ammonia 
during evaporation to dryness; boiling alcohol extracts from the residue 
a body which crystallises from the solution in rhombic prisms, is soluble 
in alcohol, has an acid reaction, aud does not precipitate chloride of 
mercury, nitrate of silver or bichloride of platinum. (Glasson.) 

3. It dissolves in boiling baryta-water without evolution of ammonia; 
the solution on cooling, solidifies into a white jelly. 

Combinations. Theobromine is sparingly soluble in hot water. With 
acids it forms salts which crystallise readily. The neutral salts are 
decomposed by water and yield basic salts. 


Hydrochlorate of Theobromine. — Theobromine dissolves readily in 
concentrated hydrochloric acid; as the warm solution cools, the salt 
separates in crystals, which may be dried over oil of vitriol and caustic 
potash. Gives off all its hydrochloric acid at 100°. Decomposes with 
water forming a basic salt. (Glasson.) 


Glasson. 
CYUN*HS03 |... 180°0 esse 
OI Sees S614 Gh SCG BS ee 16°83 


C4N#H*O*,C1H ..... 21674 _......100:00 


Nitrate of Theobromine.— A solution of theobromine in slightly 
heated nitric acid deposits the nitrate after a while, on cooling, in oblique 
rhombic prisms. The salt gives off its acid at 100°, and is readily 
_ decomposed by water. 


Glasson. 
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Nitrate of Silver and Theobromine. — A. very dilute aqueous solution 
of nitrate of theobromine mixed with nitrate of silver forms after a short 
time, silver-white needles. The double salt is but sparingly soluble in 
water, and may therefore serve as a test for theobromine. It does not 
suffer any perceptible loss at 100°, but at a higher temperature it melts, 
gives off red fumes, and after continued ignition in contact with the air, 
leaves a residue of metallic silver. (Glasson.) 


Glasson. 
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Chloroplatinate of Theobromine.— A mixture of theobromine dis- 
solved in hydrochloric acid with bichloride of platinum, yields prisms 
belonging to the oblique prismatic system, and having the faces © P an 
OP. The salt effloresces in the air, and gives off all its water of crystal- 
lisation (8°73 p.c.=4 At.) at 100°. It decomposes ata stronger heat, 
and when ignited in the air leaves pure platinum. 


Glasson. Keller. 
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CVN*H°O* HCl +. PiCle —..3986°2 .... .L00°00 


Aqueous theobromine forms with a solution of corrosive sublimate, 
a white crystalline precipitate, sparingly soluble in water and alcohol. 
(Woskresensky.) 

Theobromine is less soluble in alcohol and ether even than in water. 
It forms with tannic acid a precipitate soluble in excess of the acid, in 
hot water and in alcohol. 


Primary-nuceus C4%H"™, 
Oxygen-nucleus C4H0O§, 


Boheic Acid. 
CMNHYO ss CUHYO* 0% 


RocnuLeDER. (1847.) Ann. Pharm. 63, 202.—Pharm. Centr. 1848, 25, 


Occurs in small quantity in black tea, together with a large quantity 
of quercitannic acid. 


Preparation. A decoction of tea is precipitated at the boiling heat 
with acetate of lead ; the filtered liquid left to stand for 24 hours, and 
again filtered to separate a small sediment; the clear solution mixed 
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with a quantity of ammonia sufficient to neutralise the acid reaction ; 
the yellow precipitate stirred up with absolute alcohol, and decom- 
posed by sulphuretted hydrogen; and the filtrate left to evaporate in 
vacuo over oil of vitriol. The residue is dissolved in water, and the 
solution is left to evaporate in vacuo, then dried at 100°, this treat- 
ment being repeated tliree times and the residue finally left for three 
weeks in vacuo. 


Properties. When pulverised, it is of a pale yellow colour, like 
quercitannic acid. Melts at 100° into a mass which draws out into 
threads. It cakes together when exposed to the air, even for a few 
minutes, and deliquesces very quickly. Colours ferric hydrochlorate 
brown, without precipitation. 


Rochleder. 
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Rochleder assumes for the hypothetical anhydrous acid the formula C’7H‘4O°. 


Decompositions. By dry distillation it yields a light charcoal, and a 
distillate which smells of acetic acid and blackens iron salts. The 
aqueous and alcoholic solutions decompose when evaporated in contact 
with the air. 


Combinations. ‘The acid dissolves in water in all proportions. 


Boheate of Baryta.— The lead-salt suspended in alcohol is decom- 
posed by sulphuretted hydrogen; the filtrate mixed with water, is 
treated with baryta-water, in suflicient quantity to produce a slight 
alkaline reaction; and the yellow precipitate is washed out of contact 
with the air, with water containing alcohol. 


Rochleder. 
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Boheate of Lead. —a. Bibasic.— The yellow precipitate of crude 
boheate of lead obtained in the preparation of the acid, on neutralis- 
ing the liquid with ammonia, is suspended in alcohol and decom- 
posed by sulphuretted hydrogen; the filtrate is freed from sul- 
phuretted hydrogen by leaving it in vacuo over strong potash-solution, 
then precipitated with alcoholic acetate of lead; and the precipitate is 
washed with alcohol and dried at 100°. White with a tinge of grey. 


Rochleder. 
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C4HSPb?O” + 2Aq,,,, 413°6 .... 100°00 __ ,....... 100°00 
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b. Basic. — A decoction of tea is precipitated by neutral acetate of 
lead; the yellow precipitate suspended in absolute aleohol and decom- 
posed by sulphuretted hydrogen; the filtrate evaporated in vacuo over 
oil of vitriol; the residue dissolved in water; and the solution precipi- 


tated by an ammoniacal solution of acetate of lead. 
Kgg-yellow precipitate. 


Rochleder. 
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In one preparation, Rochleder obtained a salt having the composition 
C4H16O8,2PbO; but he did not succeed in preparing it a second time. 


Boheic acid dissolves in alcohol in all proportions. 
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ADDITIONS TO VOL VIL 


Page 38. 


Formation of Organic Compounds from Inorganic Materials. — 
When a mixture of bisulphide of carbon and sulphuretted or phos- 
phuretted hydrogen is passed over copper at a dull red heat, hydrogen 
gas and marsh gas are obtained, together with a perceptible quantity of 
olefiant gas and a trace of naphthalin. A somewhat larger quantity of 
olefiant gas may be produced by the action of a mixture of bisulphide of 
carbon, sulphuretted hydrogen and carbonic oxide upon iron. 

Formic acid is produced by the action of carbonic oxide on potash 
(x, 490); formiate of baryta yields by dry distillation, marsh-gas, olefiant 
gas and propylene-gas C°H°; and the last two hydrocarbons may be con- 
verted into the corresponding alcohols by uniting them with sulphuric 
acid or with hydracids (x, 511, 550). Moreover, a mixture of carbonic 
oxide and marsh-gas passed through a tube heated to dull redness 
yields a small quantity of propylene-gas. Further, acetic acid may be 
formed from alcohol, which may itself be produced from olefiant gas; and 
acetate of soda subjected to dry distillation, yields olefiant gas (in small 
quantity) propylene, butylene, and a small quantity of amylene. — Hence 
and from the known relations between hydrecarbons and alcohols, and 
between the alcohols and other organic compounds, it appears that a 
large number of organic compounds may now be formed from inorganic 
materials. (Berthelot, Compt. rend. 43, 236; Ann. Pharm. 100, 122.) 


a 


Page 258. 


Synthesis of Methylic Alcohol. — Marsh-gas mixed with chlorine and 
exposed to sunshine, yields chloride of methyl together with other sub- 
stitution products, and chloride of methyl may be converted into 
methylic alcohol by processes to be presently described. 

1. To prepare chloride of methyl in this manner, 40 litres of chlorine 
are mixed, in bottles each holding a litre, with 40 litres of marsh-gas pre- 
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viously purified by passing through oil of vitriol and collected over water. 
The bottles carefully closed are placed so as to receive the sun’s rays 
reflected from a wall; and, as soon as the colour of the chlorine is no longer 
visible, they are opened under a mercury, and pieces of hydrate of 
potash are introduced together with a few drops of water. The volume of 
the gas is thereby reduced one-half, and the residual gas which contains 
the chloride of methyl, together with unaltered marsh-gas and sometimes 
hydrogen, is agitated with glacial acetic acid (250 grm. to 8 litres of the 
residual gas), which absorbs the chloride of methyl together with other 
gases. On subsequently boiling the acetic acid, the greater part of the 
absorbed gas escapes; and the remaining portion, which may be expelled by 
saturating the acid with strong soda-ley, exhibits, after being freed from 
vapour of acetic acid by contact with sticks of potash, the composition 
and properties of pure chloride of methyl.” 

2. Chloride of methyl may be converted into methylic alcohol: a. By 
dissolving it in acetic acid and heating the solution to 200° with acetate 
of soda; acetate of methyl] is then formed, from which the alcohol is easily 
obtained. This method however is not adapted for large quantities. — 
6. By heating it with aqueous potash to 100° for a week : 


C?7H3Cl + KO + HO = C?H40? + KCl. 


2 litres of the gas thus treated, yielded 2 grammes of wood-spirit. — 
c. By treating the chloride with a mixture of oil of vitriol and mercuric- 
sulphate or sulphate of silver at 100°; methylosulphate of silver is then 
formed, from which the barium-salt is easily obtained, and from this, 
methylic alcohol, or benzoate or oxalate of methyl may be obtained. 
(Berthelot, Compt. rend. 45, 916; Ann. Pharm. 105, 241.) 


Page 271. 


Preparation of Formic acid. —Oxalic acid is resolved by heat into 
carbonic acid, carbonic oxide and water; 


CfH?08 -='2CO? + 2CO +°2H0. 


and, as first observed by Gay-Lussac (vil, 269), a small portion of the 
garbonic oxide unites with water, producing formic acid C*H*?O0*. Now 
Berthelot has shown that when this decomposition takes place in presence 
of glycerin, the whole of the carbonic oxide is converted into formic 
acid. When equal weights of commercial oxalic acid and syrupy 
glycerin (a kilogramme of each) and from 100 to 200 grammes of water 
are gently heated (scarcely above 100°) in a capacious retort, a brisk 
evolution of carbonic acid soon begins, and after 12 or 15 hours, the 
whole of the oxalic acid is decomposed, half its carbon being given off in 
the form of carbonic acid, while the remainder produces formic acid in the 
manner just mentioned. A small quantity of this formic acid distils over 
with the water, but the larger portion remains in the retort together with 
the glycerin, and may be separated by distilling the residue with half a 
litre of water, and renewing the water as it distils, till 6 or 7 litres of 
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liquid have passed over. The glycerin which then remains may be used 
for the conversion of fresh quantities of oxalic acid into formic acid. — 
It is important that the oxalic acid be slowly decomposed; if too much 
heat is applied, the evolution of carbonic acid becomes stronger, and 
after this has ceased, the temperature rises to between 190° and 200°, and 
carbonic oxide is given off, arising from the decomposition of the formic 
acid dissolved in the glycerin. — Formic acid is almost completely re- 
solved into water and carbonic oxide gas, by heating it to a temperature 
between 200 and 250° in sealed tubes. (Berthelot, V. Ann. Chim. Phys. 
46,477; Ann. Pharm. 98, 139.) 

Formiate of baryta is decomposed by protochloride of sulphur, 
yielding formic acid and carbonic oxide gas, together with chloride 
of barium and sulphate of baryta, and separation of free sulphur; 


4C?7HBaO! + 3CIS = 2C*H?O!t + 4CO + 3BaCl + BaO,SO# + 28. 


Concentrated formic acid may be prepared by mixing 4 At. of a dry 
formiate with 4 At. water, gradually adding 3 At. chloride of sulphur, 
distilling between 110° and 120°, and rectifying the distillate over a 
small quantity of formiate of lead. (Heintz, Pogg. 98, 458.) 


Thioformice acid. — C*H’S*O*. — Produced in small quantity in the 
decomposition of formiate of lead by sulphuretted hydrogen, at tempera- 
tures above 100°, especially between 200° and 300°. Crystallises in 
needles from the distilled formic acid, and may be recrystallised from 
alcohol. Has a slightly alliaceous odour. Melts at about 120°, and 
sublimes in small transparent crystals even at lower temperatures. The 
alcoholic solution does not change the colour of litmus. 


Limpricht. 
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The acid dissolves in oil of vitriol ata gentle heat, giving off sulphur- 
ous acid and depositing sulphur. Strong hydrochloric acid does not act 
upon it, even at the boiling heat. Nitric acid with the aid of heat 
destroys it readily, forming sulphuric acid. Strong acetic acid dissolves 
it in small quantity and deposits it unchanged on cooling, Heated with 
sulphuric acid and chromate of potash, it reduces the chromic acid to 
chromic oxide; peroxide of lead is partially reduced in like manner. 
Fused with hydrate of potash, it forms a reddish yellow mass which, 
when treated with dilute sulphuric acid, gives off sulphuretted hydrogen 
and an odour of garlic. Potash-ley dissolves but little of it, even at the 
boiling heat; and the solution treated with acids, gives off traces of 
sulphuretted hydrogen. The acid does not dissolve in sulphide of 
ammonium either hot or cold. 

Thioformic acid is insoluble in water, and nearly insoluble in cold 
alcohol and ether; but dissolves pretty readily in those liquids at the 
boiling heat: part of it volatilises with the alcohol vapour. 
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The alcoholic solution is not altered by sesquichloride of iron; it 
forms with neutral acetate of lead, a yellowish precipitate which turns 
black when heated with the liquid; with nitrate of silver, an amorphous 
precipitate, which is white at first, but soon turns black, and dissolves 
partially in hot alcohol, with separation of metallic silver or sulphide 
of silver. 


Page 287. 


Action of Heat on Ohloride of Methyl. — When chloride of methyl 
is passed through a red-hot porcelain tube, and the gaseous products of 
decomposition, after being washed with a large quantity of water to 
absorb hydrochloric acid, and then dried over chloride of calcium, are 
made to pass into a long-necked vessel containing bromine, thence into a 
cooled receiver, and finally into solution of potash to absorb the excess 
of bromine, the following products are obtained: 1. A considerable 
quantity of carbon is deposited in the porcelain tube together with a 
small quantity of a liquid having an empyreumatic odour; crystals of 
naphthalin are deposited in the tube which conveys the gases into the 
wash-bottle. — 2. The bromine, which is not altered in appearance, yields, 
when treated with very dilute potash, a liguid heavier than water, 
insoluble in water, but soluble in alcohol and ether; and this liquid, 
by repeated distillation yields a liquid having an ethereal odour, and 
boiling a little above 150°, and a solid product which melts at about 
40°, boils at 220°, has an agreeable odour, is unctuous to the touch 
and very permanent. The solid body yielded by analysis 21°64 
p. ¢. carbon 1°61 hydrogen, and 76°68 bromine, numbers which do not 
lead to any simple formula. — The liquid boiling at 150°, gave, as the 
mean of two analyses, 13°44 p.c. C, 2°23 H and 85:1 Br., numbers 
agreeing nearly with the composition of bromide of ethylene, C‘H* Br. — 
It appears probable therefore that the chloride of methyl is resolved at 
a red heat into methylene C’H’, and hydrochloric acid, but that the 
methylene, at the moment of separation, doubles its molecule and becomes 
converted into ethylene. A portion of it also undergoes decomposition, 
as shown by the presence of naphthalin and other products. —3. The 
gas collected after the excess of bromine has been absorbed by the 
potash, exhibits nearly the composition of methylene, but really consists 
of a mixture of marsh-gas and oxide of carbon, the latter being formed 
by the action of the red-hot carbon in the tube on carbonic acid gas 
given off by the mixture which yields the chloride of methyl, and 
possibly on a small quantity of aqueous vapour. (A. Perrot, V. Ann. 
Chim. Phys. 49, 94.) 
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Methylophosphorous Acid. 
CAP Oe == Pier) HzO? 


Htaco Scuirr. Ann. Ch. Pharm. 108, 164. 


Formation. By the action of terchloride of phosphorus on methylic 
alcohol: 


o@HtO2r PCP = CH iPOt +) 20H Cl + HCL. 


Preparation. When terchloride of phosphorus is added by drops to 
wood-spirit, a strong action takes place, the liquid becoming strongly 
heated and gradually assuming a red colour (arising probably from the 
presence of hydrocarbons, and scarcely perceptible when pure methylic 
alcohol is used.) The addition of the terchloride of phosphorus is con- 
tinued as long as any action takes place, and the liquid is then left in a 
warm place for several hours, to expel hydrochloric acid and excess of 
methylic alcohol. The compound is thus obtained in the form of a nearly 
colourless, very acid syrup, which draws out into threads, and cannot be 
made to crystallise. On attempting to concentrate it further by heat, it 
is resolved into methylic alcohol and phosphorous acid. 

The Methylophosphites, P(C?H*)HMO®, are obtained by treating the 
corresponding carbonates with the aqueous acid. By evaporation at 
ordinary temperatures or at a very gentle heat, they are obtained as 
amorphous masses which exhibit crystalline structure when scratched 
with a sharp-edged tool. When strongly heated, they give off phos- 
phuretted hydrogen and combustible hydrocarbons, leaving a residue of 
phosphate mixed with a little amorphous phosphorus. ‘They are hygro- 
scopic, and dissolve readily in water, sparingly in alcohol, and not at all 
in ether. The aqueous solutions decompose slowly at ordinary tempe- 
ratures into methylic alcohol and phosphites. ‘This decomposition takes 
place most quickly when the solutions are acid, and may be prevented 
by keeping an excess of the carbonate in the liquid during evaporation. 


Baryta-salt. — Anhydrous; less soluble in water and alcohol than 
the lime-salt. 


Schiff. 

DPN sic. Descanso cased BAdde epee L020 ia ata sce 19:12 
(15 Ls Pern ee 16:0 9°8 
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P(C2H3)HBaO® .... 1640 .... 100-0 


An attempt to prepare a bibarytic salt, by treating a solution of this salt with 
strong baryta-water did not succeed. The liquid, after 24 hours, deposited a consider- 
able quantity of baryta, and the filtrate when evaporated left the original salt. 


Lime-salt, — Contains 2 At. water, which it gives off at 100°. 
VOL. x1, ' ya 
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Schiff. 
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Lead-salt, P(C*H*®)HPbO*®.— Very easily decomposed. When the 


solution is evaporated at a gentle heat, a mass remains which melts . 


between 55° and 60°, and gives off water and combustible hydrocarbons 
between 60° and 70°.. Above 80°, the decomposition goes on very 
rapidly; but no evolution of phosphuretted hydrogen takes place till the 
salt is heated considerably above 110°. ‘The salt gave by analysis 
0°129 grm. of phosphorus to 0°432 germ. of lead ; the caleulated quantity 
is 0'1304 grm. of phosphorus. 

The solution of the lime-salt does not precipitate the chlorides of 


copper and iron; with mercuric chloride it forms a white precipitate; and - 
with nitrate of silver, a precipitate which is white at first but quickly 


yields reduced silver. 


Methylophosphoric Acids. 
Huao Scuirr. Ann. Pharm. 102, 884. 


Hormation and Preparation. By the action of chlorophosphorie acid 
on methylic alcohol : 


PO?CIS + 3C*H10? = P(C*H%)H208 + 2C*H3Cl + HCl. 
re 
nonomethylo- 


phosphoric acid. 
and : 


PO?Ci? +.3C*H10? = P(G?H3)?HOs + C?HIC] + 2HCI. 
a eee 
bimethylophos- 
phoric acid, 


On mixing the two liquids, great heat is evolyed, vapours of hydrochloric 
acid and chloride of methyl are given off, and a dark red liquid remains 
consisting of mono- and bi-methylophosphoric acids, the former being in 
the greater quantity. But, if the chlorophosphoric acid be placed in a 
flask attached to the lower end of a condensing apparatus, and standing 
in cold water, aud the wood-spirit be added by drops from the upper 
end, each addition being made only after the reaction produced by the 
former has subsided, the product consists almost entirely of bimethy- 
lophosphorie acid, which, after the red liquid has been freed from hydro- 
chloric acid and wocd-sp.rit by heating it for several hours in the water- 
bath, remains in the form of a colourless syrup, but by continued heating 
over the water-bath is gradually resolved into wood-spirit and phosphoric 
acid, - 

Bimethylophosphoric acid is very sour, attacks zinc with evolution of 
hydrogen, and decomposes carbonates with facility. The aqueous solu- 
tion is readily decomposed by boiling, apparently with formation of 
monomethylophosphoric acid. It is soluble in alcohol and ether. 
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| The Bimethylophosphates P(C?H’)*MO8, are obtained by neutralising 
the aqueous acid with the corresponding carbonates. Some of the less 
soluble may also be obtained by precipitation. They are easily separated. 
from the monomethylophosphates, which are much less soluble and 
separate out on evaporation. The bimethylophosphates are mostly 
colourless, dissolve pretty readily in water, less in alcohol, not at all in 
ether, and are precipitated by alcohol and ether from their concentrated 
solutions. — Almost all of them contain several atoms of water of crys- 
tallisation. — Their aqueous solutions are decomposed by evaporation 
unless the heat is kept very low. By distillation they yield the same 
products as the free acid, with a residue of phosphate. 


Baryta-salt. P(C*H*)?BaO®. — Micaceous lamin nearly insoluble in 
alcohol, and containing 35:0 p. c. Ba and 15°6 p.c. P (by calculation 
85:4 Ba and 16°2 P). 


Strontia-salé. —Somewhat more soluble in alcohol than the baryta- 
salt, and crystallises from the alcoholic solution by gradual evaporation in 
silky crystalline lamin arranged in radiated groups. Gives off 2 At. 
water at 160°. 


Dried over oil of vitriol. Limpricht. 
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P(C7H3)*8r08 + 2Aq..2 18772 .... 100-0 


Lime-salt. P(C*H5)’CaO®. — Separates in warty masses, very soluble 
in water. Contains 13°54 p.c. Ca and 20°8P (by calculation, 13-7 Ca 
and 28:6 P). 


Magnesia-sait. — White powder, soluble in water. 


Zinc-salt. — White and pretty readily soluble. 

The Jron and Copper salts appear also to be easily soluble, inasmuch 
as the solution’ of the lime-salt is not precipitated by solutions of iron 
or copper. 

Lead-salt. P(C?H*)*PbO*%. — Precipitated from the concentrated 
aqueous solution by ether in flakes containing 45-07 p.c. of lead (cal- 
culation, 45°34 p.c.). 

The soluble bimethylophosphates form white precipitates with salts 
of cobalt, mercury and silver. 


Monomethylophosphoric acid. P(C*H*)H?O%— Obtained together with 
bimethylophosphoric acid (p. 482); also by the action of pentachloride of 
phosphorus on wood-spirit, chlorophosphoric acid being first produced, as 
shown by the equation. 

PCE + CHO? = PO2CH + C°H#Cl + HCl, 


and then acting on the rest of the methylic alcohol as above. The 
action is violent and attended with great evolution of heat. 
| , rt. a 
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The Monomethylophosphates, P(C?H*)H?0°, are much less soluble in 
water than the bimethylophosphates. The baryta-salt is less soluble in 
water at 100° than in luke-warm water. It therefore separates as soon 
as the solution is placed over the water-bath, in lamine having a strong 
lustre. It gives off the greater part of its water of crystallisation, even 
on exposure to the air, a further portion over sulphuric acid, losing its 
lustre at the same time, and the whole (4 At.) at 150°. When strongly 
heated, it gives off combustible gases. 


Crystallised. Limpricht. 
© oscitaatume ote eee a a9 ie tearing) kal 
CAS Brean eee sy ee 5'2 
2 Dar aoa etver es areas 137°2 ASTAN Megessaes 48°8 
SH etn al. ice Meche h celts 64°0 22°6 
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P(C2H3)Ba208 + 4Aq .... 283°6 .... 100-0 


Sulphochloride of phosphorus forms with methylic alcohol an acid 
ether, whose baryta-salt is soluble in water and probably consists of 
it (Gd 5 ie hye Oh 
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Bisulphometholic Acid. 
GH‘S‘0}. =.C+H*4,480% 


Bucxton & Hormann. Phil. Trans. 185€, 1; Chem. Soc. Qu. J. 
9, 241; Ann. Pharm. 100,129. 
StRECKER. Ann. Pharm. 100, 199. 


Disulphometholie acid, Methylotetrasulphuric acid (x, 497), Methionic acid. 


Formation. 1. By the action of fuming sulphuric acid on acetoni- 
trile (cyanide of methyl) or acetamide, sulphacetic acid being formed 
at the same time: 


C{NH? + 6SO4H = C?H1S4‘O8 + NH4H,28S04 + 2CO0%. 


—_——— Sa aT —_—_—_—_—’ 
acetonitrile. bisulphometholic sulphate of 
acid. ammonia. 


and : 
C*NH3 + 4SO4H + 2HO = C*tH‘04,2S03 + NH*,H,2SO04, 
—_-— 
sulphacetic acid. 


Since acetamide, C4NH°O?, differs from acetonitrile only by 2HO, its decomposition 
by sulphuric acid will be represented by nearly the same equations. —If the two 
bodies are very carefully mixed, and the mixture is cooled from time to 
time, scarcely any carbonic acid is evolved, and the product then consists 
chiefly of sulphacetic acid; but if the heat be greatly increased, carbonic 
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acid escapes and the product is chiefly bisulphometholic acid. The 
reaction appears indeed to consist of two stages. In the former, the 
nascent acetic acid simply unites with 280%; in the latter, the acetic 
acid is resolved into carbonic acid and marsh-gas, the latter combining 
with 4808, (Bisulphometholie acid cannot however be formed by the direct combi- 
nation of marsh-gas with sulphuric acid. (Buckton and Hofmann.) 

3. By the action of anhydrous sulphuric acid on ether. This was the 
process by which Liebig first obtained the acid (methionic acid, viii, 435). It is merely 
a secondary product of the reaction, the principal product being neutral sulphate of 
ethyl (viii, 413). The acid thus obtained has since been examined by Wetherill and 
by Redtenbacher, and more completely by Strecker. Buckton & Hofmann have shown 
that it is identical with bisulphometholic acid. , 


Preparation. 1, Acetonitrile and fuming sulphuric acid may be 
mixed completely and almost without colour in a vessel externally 
cooled (without this precaution, the heat evolved causes a large portion of the acetoni- 
trile to volatilise); but if the mixture be then strongly heated, it swells up 
considerably and gives off a large quantity of carbonic acid gas. The 
residue when cold forms a thick brown transparent mass, which dissolves 
readily in water or alcohol. Its aqueous solution boiled with carbonate 
of baryta and filtered hot, yields bisulphometholate of baryta in beautiful 
crystals; and on decomposing this salt with a slight excess of sulphuric 
acid, saturating the filtrate with oxide of lead, precipitating the lead 
with sulphuretted hydrogen, concentrating the liquid to a syrup, and 
leaving it to evaporate in vacuo, the acid is obtained in the crystalline 
state. —2. A mixture of 2 vol. acetamide and 3 vol. fuming sulphuric 
acid (equal volumes yield scarcely anything but acetic acid and sulphate of ammonia) 
is heated till sulpburous acid begins to appear among the products of 
distillation; the residue is dissolved in water; the free sulphuric acid 
neutralised with finely pounded marble; the liquid boiled with carbonate 
of baryta to decompose the sulphate of ammonia; and the filtrate 
evaporated to the crystallising point. It then yields crystals of bisul- 
phdmetholate of ammonia, while sulphacetate of ammonia remains in 
the mother-liquor. A moderately concentrated solution of the ammonia- 
salt mixed with a saturated solution of acetate or chloride of barium, 
yields crystals of the barium-salt of bisulphometholic acid, from which 
the free acid may be obtained as above. (Buckton & Hofmann.) 

3. A flask filled with anhydrous sulphuric acid is inverted in a glass 
cylinder containing a little ether, and left there till all the acid has 
disappeared ; after which the product is shaken up with water, and the 
watery liquid separated from the ethereal solution of neutral sulphate of 
ethyl is treated with carbonate of baryta, &c., as above. The ethereal 
solution also contains methionic acid. Another method is to pass the 
vapour of anhydrous sulphuric acid into cold anhydrous ether ; but the 
former yields a better product. (Strecker. ) 


Properties. The acid obtained by evaporating the aqueous solution 
in vacuo, forms long needle-shaped crystals, which are highly deliquescent 
and have a very sour taste. (Buckton & Hofmann, Strecker.) — The 
aqueous solution may be boiled with nitric acid, or chlorine gas may be 
passed through it, without any separation of sulphuric acid ensuing. 
(Buckton & Hofmann.) . . 

The Bisulphetholates or Methionates are obtained by digesting the 
aqueous acid with oxides or carbonates; they are all soluble in water, 
but insoluble in alcohol, at least in absolute alcohol. 
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Ammonia-salt. (Preparation, p. 485). — Dissolves with moderate facility 
in cold water, very easily in hot water. The boiling solution deposits 
colourless prisms with dihedral summits, and sometimes an inch long. 
(B. & H.) Sustains a heat of 140° (Strecker), 190° (B. & H.), without 
alteration. 


At 190°. Buckton & Hofmann (mean). 
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Potash-salt. — Easily obtained by gradually mixing a boiling solution 
of carbonate of potash with a solution of the baryta-salt, avoiding an 
excess of the latter. The alkaline filtrate deposits the salt in shining 
needles or in granules, accordingly as it separates from solution quickly 
orslowly. (B.& H.) Anhydrous; crystallises in long needles. (Strecker.) 
1 pt. of the salt dissolves in 14 pts. of water at 220°. (B. & H.) 


Baryta-salt. (Preparation, p. 485). — Crystallises in rectangular plates 
having a mother-of-pearl lustre, and giving off the whole of their water, 
amounting to 10°54 p.c. (4 At.) at 150°. (B. & H.) Very thin rhombie 
tables which exhibit very beautifully the colours of thin plates, and have 
a mother-of-pearl lustre when dry. The salt does not alter in appear- 
ance or in weight at 180°, but gives off its 4 At. water at 140°. At a 
higher temperature, it decomposes without fusion and gives off sulphur. 
Ignited in contact with the air, it leaves sulphate of baryta, which 
however is difficult to free from a mixture of sulphide and sulphite. 
Fused with hydrate of potash, it leaves a mixture of sulphite and 
sulphate in nearly equal numbers of atoms. (Strecker.) [According to Liebig 
(viii, 485) sulphurous acid is not formed in this reaction. 
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C?H2Ba2S!O2 + 4Aq.... 347 .... 100-00 


Lime-salt. — Crystallises in delicate silky needles, very soluble in 
water. (Strecker. ) 
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Zine-salt. — Metallic zine dissolves in the aqueons acid, with evolu- 
tion of hydrogen; and the solution when evaporated yields a syrup which 
crystallises with great difficulty. The solution is not precipitated by 
alcohol, (Buckton & Hofmann.) 


Lead-salt. —a. Neutral. C?O?Pb*S*O¥+4Aq.— Obtained by decom- 
posing the baryta-salt with sulphuric acid and boiling the filtrate with 
carbonate of lead. The solution concentrated by evaporation and slowly 
cooled, yields the salt in large, transparent, colourless, rhombic prisms, 
probably isomorphous with the barium-salt. (Strecker.) Small square 
nacreous lamin resembling those of the barium-salt. (B. & H.) The 
crystals do not alter in the air at ordinary temperatures, but at 100° 
they give off 84 p.c. (4 At.) water; no further loss of weight takes place 
at 160°. The anhydrous salt gives by analysis 58°5 p.c. PbO, agreeing 
exactly with the formula C* H?PbS‘O", The salt dissolves very easily j in 

water and is precipitated from the solution by alcohol. (Strecker.) 

b. Basic. PbO,C?H*Pb*S!O” + Aq ?— Obtained by boiling the 
neutral salt with hydrated oxide of lead. It is much less soluble in 
water than the neutral salt and separates from the hot solution in 
colourless crystals on cooling. Has an alkaline reaction and absorbs 
carbonic acid from the air. After drying over oil of vitriol, it gives off 
2°1 p.c. water (1 At. ; calculation 1-9) at 120°. The anhydrous salt 
gave by analysis 69°2 p.c. PbO (calculation, 68 p.c.).. The salt was 
probably contaminated with carbonate of lead. (Strecker.) 


Copper-salé. C?H?CuwS*0"%+10Aq. — Obtained by decomposing the 
baryta-salt with sulphate of copper. Crystallises in blue rhombic prisms 
which effloresce and turn white when exposed to the air. (Strecker.) 
Needles united in radiating groups, or small prisms of a green colour. 
(B. & H.) Soluble in dilute alcohol, insoluble in absolute alcohol. 
(Strecker, B. & H.) Gives off 26:2 p. c. water (10 At.; by calculation 
27°5 p.c.) and suffers no further loss at 160°. The anhydrous salt 
gave by analysis 33°6 p.c. CuO (ealculation 33°4 p.c.) (Strecker.) 


Silver-salt, — Obtained by neutralising the aqueous acid with oxide 
or carbonate of silver. Crystallises in groups of slender needles or 
broad plates of considerable size, but usually much modified and with 
rounded edges. (Buckton & Hofmann.) Thin colourless lamins, which in 
the moist state are somewhat blackened by exposure to light. (Strecker. ) 
The salt sustains a heat of 140° without decomposition, but ear and 
froths at a higher temperature, giving off Se acid and sulphur, 
and leaving metallic silver. Insoluble in absolute alcohol, but may be 
crystallised from dilute alcohol. (B. & H.) Alcohol precipitates it from 
the concentrated aqueous solution, (Strecker. } 


Af 320°. Buckton & Hofmann. Strecker. 
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Buckton & Hofmann did not succeed in preparing the ethers of bisulphometholic 
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Methylobithionic Acid. C?H‘S’0* 
J.T, Hopson. Chem. Soc. Qu. J. 10, 248. 
Methylodithiontc acid. 


Formation and Preparation. —By the action of sulphurous acid on 
ziuc-methyl. Dry sulphurous acid passed into an ethereal solution of 
zine-methy], kept cool to moderate the action, is rapidly and completely 
absorbed, and in a little while, a white crystalline substance is formed, 
which is the zinc-salt of methylobithionic acid, C?H?ZnS°0*, This salt 
may be freed from ether and the last traces of sulphurous acid by evapo- 
ration in vacuo. It may then be converted into a baryta-salt by treating 
it with excess of caustic baryta, and from this the acid may be prepared 
by precipitating the baryta with dilute sulphuric acid. 


Properties. Liquid, having a feebly acid taste and reddening blue 
litmus. It decomposes in a short time, with deposition of sulphur, even 
in a very dilute solution. 

The Methylobithionates cannot be conveniently prepared by digesting 
the free acid with oxides or carbonates, on account of the facility with 
which the acid decomposes; but they may be obtained by decomposing 
the zinc-salt with the corresponding bases, or the baryta-salt with the 
sulphates. Their general formula is C*7H?MS’O*. [Hobson regards the hypo- 
thetical anbydrous acid as formed from 2 At. sulphurous acid $°O*%, by the substitution 
of 1 At. methyl for 1 At. oxygen, making the formula of the methylobithionates 


2173 
Mo,S?.4G3 | They are all very soluble in water but insoluble in 


alcohol and ether. 


Methylobithionate of Baryla.— Prepared by treating the solution of 
the zinc-salt with excess of caustic baryta, filtering to separate oxide of 
zinc, precipitating the excess of baryta by a stream of carbonic acid, 
and evaporating the filtrate at the heat of the water-bath. 

Colourless, inodorous, crystalline salt, which is precipitated from its 
strong aqueous solution by alcohol in the form of a white granular 
powder. A concentrated aqueous solution left to evaporate in yacuo, 
deposits the salt in cubes arranged in octohedral masses. It sustains a 
heat of 170° without decomposition. 


At 100°. Hobson. 
MOL. Meee 12°0 oa ae, Se 7°86 
SELES ate a Os, 2 See ees PAA 
Bie 68°6 AG4ST Fe 46°30 
igties Cesk olectnts 32°0 21°63 amece ee 21°66 
aC) en 32°0 PAE ied elonereet 22°01 
C?H?BaS870+ ........ 147°6 100°00. “Alex: 100:°00 


Methylobithionate of Lime. — Obtained by treating the zinc-salt with 
excess of lime-water, and precipitating the lime from the filtrate by 
carbonic acid. A concentrated solution left to evaporate in vacuo depo- 
sits the salt as a solid mass which does not crystallise. It is inodorous 
and has a disagreeable somewhat bitter taste. 
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At 100°. Hobson. 
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Methylobithionate of Magnesia. — Obtained by decomposing the 
baryta-salt with sulphate of magnesia or the zine-salt with caustic 
magnesia. — Colourless, inodorous salt, which separates from its aqueous 
solution by evaporation in a mass of minute crystals which retain 1 At. 


water at 100°. 


Af 109°. Hobson, 
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Methylobthionate of Zinc. — (Preparation, p. 488). — Colourless, modo- 
rous salt, having a bitter, somewhat disagreeable taste. Crystallises from 
the aqueous solution by evaporation, when the liquid becomes very con- 
centrated, but on account of its great solubility, does not form any 
large crystals. It is stable at 100°, but decomposes and blackens at a 
somewhat higher temperature, emitting a most offensive odour. 


At 100% Hobson. 
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Methylobithionate of Nickel. — Obtained by decomposing the baryta- 
salt with sulphate of nickel. Forms a grass-green solution, which when 
left to evaporate in vacuo, dries up, with partial decomposition, to an 
amorphous mass of a dirty buff colour. 


Methylobithionate of Copper.— Prepared like the baryta-salt. Its 
aqueous solation has a bright green colour, and when evaporated at 100°, 
becomes brownish yellow, in consequence of decoinposition; the dilute 
solution also decomposes gradually and deposits sulphur even when 
exposed to the air at common temperatures, 


Methylobithionate of Silver. — Carbonate of silver dissolves slowly in 
the free acid, but on evaporating the solntion over the water-bath, it 
decomposes even below the boiling heat. The dilute solution also blackens 


rapidly when exposed to light. 
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Methylobithionate of Ethyl. — A mixture of methylobithionate of 
baryta and sulphovinate of potash, yields, when distilled at a high tem- 
perature, an oily liquid, together with large quantities of sulphurous acid. 
The product, after being washed with water, dried over chloride of 
calcium, and redistilled in vacuo, formed a light straw-coloured liquid 
slightly heavier than water and having a peculiar fishy odour. It under- 
goes decomposition at the high temperature required to prepare it. 


Page 321, 


Todides and Chloriodides of Tetramethylium. 
C. Weitzien. Ann. Pharm. 99, 1. 


Teriodide. — (C’H3)4N. 1°. — When a solution of protiodide of tetra- 
methylium is mixed with an alcoholic solution of iodine containing as 
much iodine as is required to form the teriodide, the first crop of crystals 
deposited from the liquid nevertheless consists wholly of pentiodide 
(x, 498); but afterwards crystals of the teriodide and pentiodide are 
deposited together and may be separated mechanically and purified by 
recrystallisation. — The tericdide forms crystals belonging to the right 
prismatic system, having a deep violet colour and strong lustre ; it is 
more soluble in alcohol than the pentiodide. It gave by analysis 
83:7 p. c. iodine, the formula requiring 83:5. 

The Pentiodide, (C’H*)*NI°, is the only product obtained when 
an excess of iodine is used. It forms small tabular crystals having a 
dark greenish-grey colour and perfect metallic lustre. Melts at 120°, 
and solidifies in a shining crystalline mass, (Compare x, 498.) 


Tetrachloriodide (C*H*)*NICI*. — On heating the teriodide or pent- 
iodide of tetramethylium with oxide of silver, iodide of silver is immedi- 
ately formed (together with a small quantity of iodate), and a colourless, 
strongly alkaline solution is obtained, containing the hydrated oxide and 
the iodate of tetramethylium: 

3(C2H3)'NB + 8AgO = (C2H*)‘NO,105 + 2(CH3)‘NO + SAgl: 
and on gently heating the filtered liquid with hydrochloric acid (best 
after neutralising it with iodic acid), chlorine is evolved, and the tetra- 
chloride of tetramethylium is deposited as a very loosely coherent, lemon- 
yellow substance smelling strongly of chloride of iodine: 


(C?H°)4NIO® + 6HC] = (C*H3){NICH + 2Cl + 6HO. 
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Analogous to Fithol’s chloriodide of ammonium NH‘ICI (II, 487), and may be 
regarded as pentiodide of tetramethylium in which 4 At. I are replaced by 4Cl. 


TRIMETHYLPHOSPHINE. 49] 


Terehloriodide. (C*H*)*NICI*. — Obtained: 1. By mixing chloride 
of tetramethylium with chloride of iodine. — 2. By. passing chlorine 
into a solution of protiodide of tetramethylium ; a precipitate of pent- 
iodide is then formed, and afterwards a colourless solution, which, when 
evaporated, deposits the terchloriodide. , 

Lemon-yellow substance. 
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Bichloriodide. (C?H%){NICI?,— A solution of the terchloriodide in 
water deposits the bichloriodide, in shining, yellow, inodorous crystals, 
belonging to the square prismatic system. 
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Trimethylphosphine. (C?H*)*.P. 


A. W. Hormann & A. Canours. Phil. Trans. 1858, 592; Ann. 
Pharm. 104, 29; Chem. Soc. Qu. J. 11, 78. 


Formation and Preparation. By the action of terchloride of phos- 
phorus on zinc-methyl : 


30¢-HeZn + PCE = (4He YP + 3ZnCl. 


Terchloride of phosphorus is added by drops to an ethereal solution of zinc- 
methyl contained in a tubulated retort with proper condensing apparatus 
attached (for the cescription and figure of the apparatus, see Triethylphosphine), 
a stream of carbonic acid being passed through the apparatus during the 
whole process. As the action is intensely violent, the terchloride of phos- 
phorus must be dropped in very slowly. When the action is terminated, 
a heavy oily liquid surmounted by a lighter one, is found in the retort 
and in the condensing apparatus. ‘The heavy liquid is a compound of 
trimethylphosphine with chloride of zine; the lighter is a mixture of 
ether with excess of terchloride of phosphorus. The latter is decanted, 
and the compound of trimethylphosphine and chloride of zine is distilled in 
a stream of hydrogen, the trimethylphosphine which then passes over being 
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collected in a receiver surrounded with ice. The stream of hydrogen 
must be made to flow very slowly; otherwise a considerable quantity of 
the base will be carried away by it. 


Properties. ‘Transparent, colourless, mobile liquid, heavier than 
water, having a strong refracting power, and an indescribably nauseous 
odour. Boils between 40° and 42°, (Compare vii, 828.) Insoluble in water. 


Binoxide. — (C*H*)®PO*, — Produced: 1. By the direct oxidation of 
trimethylphosphine. This substance has a very powerful attraction for 
oxygen, fuming and sometimes taking fire in contact with the air. —On 
distilling it, even when recently prepared, the neck of the retort becomes 
covered in the last stage of the operation, witha beautiful network of 
crystals of the binoxide; they may readily be obtained in larger quantity 
by exposing the base to a slow current of dry air. — 2. By the action of 
heat on the hydrated oxide of tetramethylphosphonium, marsh-gas 
being given off at the same time: 


(C?H3)'PO,HO = (C°H°)°PO? + C?H3,H. 


Bisulphide. — (C?H*)’PS*. — Obtained by gradually adding flowers 
of sulphur to an ethereal solution of trimethylphosphine, — or by dis- 
tilling trimethylphosphine with cinnabar. It is not obtained by treating the 
oxide with sulphuretted hydrogen or sulphide of ammonium. Crystallises from a 
highly concentrated aqueous solution, in masses of well formed four- 
sided prisms, which melt at 105°. 


Biselenide. — (C’H*)*PSe®, — Obtained by the action of selenium on 
trimethylphosphine. — Crystallises hke the ethyl compound (g. *.). 
Melts at 84°. In contact with the air it blackens, with separation of 
selenium, and gives off the odour of mesitilene (ix, 17). 


Platinum salt, — The solution of trimethylphosphine in hydrochloric 
acid, yields with bichloride of platinum, an orange-yellow, indistinctly 
crystalline precipitate, which is easily decomposed by exposure to 100°. 
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Tetramethylphosphonium, (C?H°)“P. 
Hormann & Canours. loc. cit. 
Known only in combination. 
The iodide is obtained by the action of iodide of methyl on an ethereal 
solution of trimethylphosphine. White crystalline mass, which when 


recently prepared, exhibits the silvery lustre of sublimed naphthalin, and 
assumes a slightly reddish colour in contact with the air. 
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Hofmann & Cahours. 
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Treated with oxide of silver, it yields a very caustic solution of oxide 
of tetramethylphosphonium. 


Gold-salt. — Obtained by mixing the solution of chloride of tetrame- 
thylphosphonium and terchloride of gold. Crystallises from boiling 
water in brilliant yellow needles. 
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Platinum-salt. — The solution of the oxide mixed with hydrochloric 
acid and bichloride of platinum, yields a platinum-salt, which is insoluble 
in alcohol and ether, but crystallises from water in beautiful octohedra. 


Hofmann & Cahours. 
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Nitroform. 
C2N8HO” — C*?X°H, 


L. ScuiscHKorr. Ann. Pharm, 1038, 364. 


Hydride of Ternitromethyl. 


Formation and Preparation. 1. Ternitracetonitryl, C‘X*°N,—a pro- 
duct of the action of strong nitric acid on fulminurie acid (x, 556), — 
treated with water, yields the ammonium salt of nitroform; 


C*X8N + 2HO = C?X3,NH* + 2CO®?; 


and on treating this salt with strong sulphuric acid, sulphate of ammonia 
is formed, and nitroform rises to the surface, forming a very mobile 
liquid stratum which solidifies on cooling : 


C!X3,NH‘ +. SO4,H = C*X3,H + SO1,NH4, 


The nitroform is then separated by a pipette, and purified by two or 
three crystallisations, the portion which remains liquid being each time 
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decanted. — 2. Ternitracetonitryl treated with a strong solution of potash 
yields a yellow crystalline salt, which when treated with sulphuric acid 
yields nitroform. 


Properties. Colourless; solid below 15°. Crystallises in cubes or 
perbaps in rhombohedrons. Has a very unpleasant odour and bitter 
taste. It may be preserved without alteration in a cool place. 
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Decompositions. 1. Nitroform is very inflammable, and explodes with 
violence when quickly heated. It cannot be distilled under the ordinary 
atmospheric pressure without decomposition, for it decomposes rapidly at 
100°, giving off a large quantity of gas, which carries some of the 
nitroferm along with it. | 


Combinations. Nitroform dissolves readily in water, forming a dark 
yellow solution. It possesses acid properties. 

Its salts are crystallisable, of a fine yellow colour, explode when 
heated, and sometimes decompose spontaneously, with evolution of gas. 

The ammonium-salt erystallises well and may be kept unaltered for 
several days. It gives off a large quantity of ammonia when treated 
with lime at ordinary temperatures. 


initromethylic Acid. C°N?H‘0*. 


FRANKLAND. Phil. Trans. 1857, 59; Ann. Pharm. 99, 869; Chem. 


Soc. Qu. J. 
Dinitromethylic acid. 


Formed by the action of binoxide cf nitrogen on zinc-methyl. The 
two bodies gradually unite and form crystalline needles consisting of a 
compound of binitromethylate of zinc, C°H*ZnN?O*, with zince-methyl : 


2C°7H°Zn + 2NO? = C*H8ZnN*O0!,C?H°Zn. 
This compound oxidises rapidly in the air and takes fire when exposed 


in considerable quantity. It is instantly decomposed by water, yielding 
marsh-gas and an opalescent solution of basic binitromethylate of zinc : 


C?H3ZnN?01,C7H’Zn + HO = C?H°ZnN°0',ZnO + C?H4, 


Normal Zinc-salt, C?H®ZnN?O0* + HO.— When carbonic acid is 
passed through the opalescent solution of the basic zinc-salt just men- 
tioned, carbonate of zinc is precipitated, and the liquid, after being boiled 
and filtered, yields by eyaporation crystals of the normal zinc-salt. 
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The excess of carbon in the analysis arises from the passage of nitric oxide into 
the potash apparatus. In bodies containing so large a proportion of oxidised nitrogen, 
it is exceedingly difficult to decompose the whole of the nitric oxide by red-hot copper. 


Soda-salt, C7H?NaN?0* + 2HO. — Obtained by treating a solution of 
the zinc-salt with carbonate of soda, evaporating to dryness and exhaust- 
ing the residue with strong alcohol. The filtered solution yields by 
evaporation, crystals of the soda-salt containing 25°83 p. ¢. of soda (by cal- 
culation, 25°72). The salt dissolves very readily in water and in alcohol, 
burns intensely when heated, and in other respects closely resembles the 
corresponding ethyl-compound. 


Page 417. 


Cyanide of Barium is obtained in the pure state by igniting ferro- 
cyanide of barium and potassium (prepared by precipitating 2 pts. of 
ferrocyanide of potassium with 2 pts. of chloride of barium) in a 
close vessel, exhausting the residue with water, distilling off the 
greater part of the liquid, and leaving the remainder to cool: 
it is somewhat sparingly soluble in water and absorbs carbonic acic 
quickly from the air.— Cyanide of Strontium may be prepared in a 
similar manner from ferrocyanide of strontium and potassium (obtained 
by boiling prussian blue with strontia-water); also cyanide of calcium, 
which crystallises in cubes, and cyanide of magnesium, which is less 
easily decomposed by carbonic acid than the preceding salts, (C. Shulz, 
J. pr. Chem. 68, 257.) 


Page 462. 


Decomposition of Ferrocyanide of Potassium.— In the preparation of 
carbonic oxide by heating 1 pt. of finely pulverised ferrocyanide of 
potassium with 9 pts. of strong sulphuric acid (Hownes’s process), the 
first portions of gas are always contaminatea with 11 or 12 per cent. of 
carbonic and sulphurous acids, but after a while the carbonic oxide is 
given off pure. When the mixture has been heated to a certain tem- 
perature, at which it begins to froth, the evolution of carbonic oxide 
goes on for a long time by itself; and if the mixture be again heated 
after the spontaneous evolution of gas has ceased, fresh quantities of gas 
are obtained, but more or less contaminated with sulphurous acid. — At 
the beginning of the action, there is formed a white mass like the residue 
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of the preparation of hydrocyanic acid; but subsequently, this mass dis- 
solves and forms a clear solution, which deposits white nacreous lamin» 
containing 30°10 p. c. Fe?0%, 61:70 SO* and 8°54 KO. The formula 
2(Fe?0*,88S0%) + KO,SO? requires 32°8 Fe?0*, 57-4 SO*, and 9°6 KO. 
Half an ounce of ferrocyanide of potassium decomposed as above yields 
‘about 250 cubic inches of carbonic oxide, which, after passing through 
potash-ley, may be considered as pure. (Grimm & Ramdohr, Ann. 
Pharine98,A27.) 


Ferrecyanide of potassium and ammonium K(NH*)FeCy’, boiled 
with finely divided peroxide of manganese, gives off ammonia and forms 
ferricyanide of potassium, probably as represented by the equation 


2K(NH4)FeCy3 + 2MnO? = K?(NH‘)Fe?Cy® + NH4O + Mn?03. 


After the boiling has been continued for some time, a green precipitate 
is formed. 

A mixture of ferricyanide of potassium, hydrate of potash, and 
hydrocyanic acid in equal numbers of atoms, becomes first yellow, then 
red or nearly black, and forms, with slight evolution of gas, a reddish 
black precipitate; most quickly when the solution is warm and concen- 
trated; a more dilute solution requires to be heated to the boiling point. 
The precipitate is nearly insoluble in cold water, but dissolves very easily 
in alkaline water, and is reprecipitated by acids. It gives off 10°5 p. ¢. 
water at 100°. Contains 38°95 to 42:42 p.c. carbon, 41°62 to 
42°78 p. c. nitrogen, and 3°2 to 3:4 p.c. hydrogen. <A similar product, 
precipitated by chlorine gas from a solution of cyanide of potassium, 
yielded by analysis from 35:2 to 36°2 p. c. C, 42°38 N, and 3°0 to 3:1 H. 
(L. Playfair, Chem. Soc. Qu. J. 9, 128.) 
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Ammoniacal Cuproso-cupric Cyanides. — a. 2NH*,2Cu?Cy,CuCy. — 
When an ammoniacal solution of hydrated cupric oxide is poured into 
aqueous hydrocyanic acid, till the odour of ammonia decidedly predo- 
minates; the slightly yellow liquid heated to the boiling point; the heat 
kept up, and the gradual addition of the ammoniacal copper-solution con- 
tinued till its dark-blue colour no longer disappears,—micaceous crystal- 
line laminz make their appearance after a while in the liquid. If it be 
then filtered, it yields on cooling, green rectangular lamine of remarkable 
lustre. They have the composition denoted by the above formula, toge- 
ther with 2 At. water. — On heating them with equal volumes of solu- 
tions of caustic ammonia and carbonate of ammonia not too dilute, a blue 
solution is obtained, which, after boiling for an hour, deposits shining blue 
Jaminz consisting of the same compound in the anhydrous state. The 
green lamine also turn blue when treated with fixed alkalis or their 
carbonates, even in the cold. 
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The compound is quite insoluble in cold water; and is decomposed 
by boiling water, with formation of a brown substance. Dilute acids 
separate from it white cuprous cyanide, which dissolves on boiling, with 
evolution of hydrocyanic acid, (L. Hilkenkamp, Ann, Pharm. 97, 218:) 


Page 10, 


Potassio-cuprous Ferrocyanide 2GuK FeCy* + 3Aq.* — When the red- 
brown precipitate of ferrocyanide of copper (Cu?FeCy*) produced by 
adding ferrocyanide of potassium to cupric salts, is heated with solution 
of cyanide of potassium (obtained by mixing prussic acid and potash), 
cyanogen is evolved, and a light yellow solution is formed, which, if the 
cyanide of potassium is not in excess, deposits, first a deep red precipi- 


* €u = Cn’, 
VOL. XII. OEY 
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tate, and, after this has been separated by filtration, and the liquid left 
to stand for some time,—small dark red-brown crystals, which, when 
viewed by the microscope, present the appearance of square prisms. 
These crystals have the composition indicated by the above formula. 
Jhe same compound is more easily obtained by dropping a solution of 
sulphate of copper into a mixture of cyanide and ferrocyanide of 
potassium, then heating the liquid and leaving it to stand. The erystals 
give off water at 100° and turn black: they are insoluble in water, ether 
and alcohol, but soluble in cyanide of potassium. Boiling water decom- 
poses them, with formation of ferrocyanide of potassium. Acids decom- 
pose them, separating white cuprous ferrocyanide €u’FeCy, which when 
exposed to the air, is immediately converted into cupric ferrocyanide 


Cu?FeCy. 


Potassio-cupric Ferrocyanide, Cu?FeCy*+ Aq. — The above-mentioned 
dark-red precipitate, obtained in the preparation of the preceding 
compound, when a comparatively small quantity of cyanide of potassium 
is used, 

The corresponding sodiwm-compounds, €uk FeCy* and CuK FeCy%, are 
obtained in like manner with cyanide of sodium, — With cyanide of 
ammonium, a scarlet crystalline body is produced which turns brown in 
drying, and has the composition Cu(NH*)FeCy’®. 

The ferrocyanides of cobalt and nickel also dissolve in cyanide of potassium, but 


the solution merely yields separate crystals of ferrocyanide of cobalt or nickel together. 
with ferrocyanide of potassium. 


When a dilute solution of 3 At. cupric sulphate and 1 At. ferrous. 
sulphate is mixed with a quantity of ferrocyanide of potassium not 
sufficient to decompose the whole, and the filtrate consequently still 
appears bluish, a deep black very bulky precipitate is formed, which is, 
difficult to wash, is altered by contact with the air, and is also deep black 
when dry and quite destitute of crystalline character. It is insoluble in 
water, alcohol and dilute acid, and is decomposed by potash, with forma- 
tion of ferrocyanide of potassium, and separation of protoxide and dioxide 
of copper; it is not decomposed by oxalic acid. It appears to be a 
compound analogous to prussian blue. (C. Schulz, J. pr. Chem. 68, 257.) 
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Platinocyanides, MPtCy?.— The bariwm-salt of this series is best 
obtained, according to Weselsky, by triturating 2 pts. of protochloride of 
platinum and 3 pts. of carbonate of baryta with water, heating the 
mixture with 10 pts. of water nearly to the boiling point, and passing 
vapour of hydrocyanic acid through the liquid as long as carbonic acid 
continues to escape. — The other platinocyanides may be prepared, either 
by decomposing the. barium-salt with sulphates, or by treating the corre- 
sponding carbonates with platino-cyanide of hydrogen (obtained by 
decomposing the barium-salt with sulphuric acid). — A yellow platino- 
cyanide of magnesium, MgPtCy?+6HO (also observed by Schafarik, x, 509) 
is obtained by leaving a solution of the ordinary red and metal-green 
magnesium-salt (viii, 254) in hot water or in absolute alcohol, to crystal- 
lise over oil of vitriol. Lemon-yellow plates are then deposited, a line 


SULPHOCYANIDES., 499 


in width, several lines in length, and exhibiting a blue iridescence by 
reflected light. — A red platino-cyanide of hydrogen HPtCy?+5HO (also 
observed by Quadrat) is obtained by treating platinocyanide of barium 
or potassium with an equivalent quantity of strong sulphuric acid, digest- 
ing m a mixture of ether and alcohol, and drying over sulphuric acid. 
The hydrogen-salt is then deposited in crystals 7 or 8 lines in length, 
half a line thick, and havingasplendid vermilion colour with blue irides- 
cence on the prismatic faces. The crystals absorb water from the air 
and then assume the ordinary appearance of hydroplatinocyanie acid. 
(Weselsky, J. pr. Chem. 69, 276.) 


Platinosesquicyanides, M’Pt?Cy® or 2MCy,Pt?Cy’. — These compounds 
are obtained by triturating the platinocyanides with nitric acid of 
sp. gr. 1:3, removing the excess of nitric acid by draining and pressure, 
and recrystallising several times from the smallest possible quantity of 
cold water: 


3MPtCy? + 2NO*® = M2P#2Cy> + MO,NO® + PtCy + NO4 


They are all soluble in water and alcohol, and all form colour- 
less solutions, excepting the lithium-salt, which is yellowish. — The 
potassium-salt K?Pt?Cy® + 6HO (also observed by Knop, viii, 49) erystal- 
lises in slender undefined needles having a coppery metallic lustre but 
appearing green by transmitted light. They turn dark green at 180°, 
and yellow at 200°, without losing their metallic lustre. — The ammonium- 
salt (N H*)?Pt?Cy?® erystallises in thin needles often half an inch long. It 
has a golden yellow metallic lustre, becomes steel-green at 150°, with 
partial decomposition, and lemon yellow between 180° and 190°. It is 
more soluble in water than the  potassinm-salt. — The lithiwm-salt 
LYP?Cy°+6HO is still more soluble both in water and in alcohol. — 
The magnesium-salt forms a blackish violet satiny mass of microscopic 
needles. (Weselsky.) 
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Ferrous Sulphocyanide FeCyS*? + 83HO. — When a solution of iron 
wire in hydro-sulphocyanic acid concentrated as much as possible, is left 
to evaporate in vacuo over oil of vitriol, ferrous sulphocyanide is deposited 
in rather large oblique rhombic prisms having an intense green colour, 
and a bitter inky taste. They dissolve readily in water, alcohol and 
ether. Both the crystals and their solution quickly turn red on exposure 
to the air. The crystals are decomposed by heat, with evolution of 
sulphide of carbon and formation of mellonide of iron. 
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Most probably the sait was imperfectly dried, and the proper quantity of water 
is 3 At. 
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Ferric Sulphocyanide Fe*(CyS?)?+3HO.—1. Remains in the form 
of a dark brown-red, nearly black, crystalline mass when a solution of 
recently precipitated ferric hydrate in concentrated hydrosulphocyanic 
acid is left to evaporate over oil of vitriol. — 2. By digesting a mixture of 
2 At. anhydrous ferric sulphate and 1 At. sulphocyanide of potassium 
with alcohol, and evaporating the solution over oil of vitriol, the salt is 
obtained in small dark red crystals of cubic form but not well defined. 
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The salt decomposes after keeping for some time, and exhibits when 
heated the same behaviour as ferrous sulphocyanide. Its concentrated 
aqueous solution is decomposed, like cupric sulphocyanide, by dilution 
with a large quantity of water (but not with alcohol), losing its colour, 
and depositing a light yellow substance, which is probably a basic 
compound of ferric oxide with a product of the decomposition of sulpho- 
cyanogen. The coloured filtrate contains hydrocyanie and sulphuric 
acids, together with a small quantity of free hydrosulphocyanic acid, but 
its principal constituent is ferric sulphocyanide. Nevertheless, the 
formation of ferric sulphocyanide is the most delicate of all tests for the 
presence of ferric oxide, provided the liquid is acidulated with hydro- 
chloric acid. In a liquid containing only 551555 part of iron in the 
form of sesquioxide, the reaction is still perceptible, provided the 
observer looks down the tube held over a white surface ; ¢9a)5a5 of iron 
gives a deep rose colour. The red solution is decolorised by polybasic 
organic acids and likewise by phosphoric acid. 

Ferric sulphocyanide dissolves readily in water, alcohol and ether. 
Ether extracts it from its aqueous solution, producing a violet-purple-red 
liquid which is reduced by light to green ferrous sulphocyanide. (Claus.) 


Sulphocyanide of Cobalt, CoCyS’, forms prisms of a fine deep violet 
colour, (Claus, Ann. Pharm 99, 48.) 


Page 96, 


Sulphocyanide of Silver. — When a moderately concentrated solution 
of sulphocyanide of silver and ammonium (or potassium) is mixed with 
aqueous ammonia, the liquid gradually becomes filled with colourless 
nacreous laming of sulphocyanide of silver. When a lump of the 
double salt evaporated to dryness is immersed in dilute ammonia, the 
compound changes for a while to an amorphous mass resembling chloride 
of silver, and a few seconds after, the vessel becomes filled with a most 
beautiful crystalline magma. Hydrochloric acid acts like ammonia. 
Sulphocyanide of silver and ammonium is completely decomposed by 
water, with separation of granular sulphocyanide of silver. [A similar 
decomposition of the potassium salt was observed by Hull (viii, 97.)] 
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— Recently precipitated oxide of silver digested at a gentle heat in 
sulphocyanide of ammonium, gradually dissolves, with evolution of 
ammonia. The liquid, which always contains an excess of sulphocyanide 
of ammonium, likewise deposits crystallised sulphocyanide of silver on 
addition of ammonia or hydrochloric acid. 


Page 337. 


Hydrate of Ethylene. 
4,76 — CHS 4 
CHO! = te Of, 


A. Wurtz. Compt. rend. 43,199; Ann. Pharm. 100, 110. 


Glycol. 


Formation and Preparation. By the action of hydrate of potash 
on acetate of ethylene : 


Ce) ee Soin. . Ciro. 
(ciao } © + 2KHO? = Hp f CE ae) 


Preparation. Acetate of ethylene (6°15 grm.) is mixed ina flask with 
hydrate of potash, (4°72 grm.) previously ignited and pulverised. A 
brisk action immediately takes place, and after the lapse of a day, a mass 
of acetate of potash is found in the flask. The mixture is then heated 
to 180° in an oil-bath, and after a small distillation-tube has been 
adapted to the flask, the heat is raised to between 250° and 260°. A 
colourless liquid then passes over, which is to be rectified, and the portion 
which distils between 190° and 200° collected apart. 


Properties. Colourless, somewhat viscid liquid, having a sweet taste. 


Boils at 195° and distils without decomposition. Its vapour is 
inflammable. 
Wurtz. 
CA OS eee eee Z4 Bio h Meee 38° 
Se New ae bo ear 6 A fe a9 
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CP Obese Maske 62 L00°O @uats 100°0 


2 
May be regarded as a double molecule of water an i O*, in which 2 At. H are 
replaced by the biatomic radical C*H* (compare page 222 of this volume). 


Decompositions. 1. Hydrate of ethylene is converted by oxidation 
with nitric acid, into glycolic acid C*H*O%, and afterwards into oxalic 
and carbonic acids. When it is dissolved in four times its volume of 
nitric acid, of sp. gr. 1°33 and solution is left to evaporate for several 
days over caustic lime in vacuo at the temperature of the air, a 
syrupy liquid remains, which, when diluted with water, neutralised with 
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chalk, and treated with alcohol after filtration, yields a precipitate of 
glycolate of lime C*H®Cu0°. — The alcoholic liquid filtered from this 
precipitate does not contain any substance capable, like aldehyde, of 
uniting with bisulphite of soda. — Boiled for some minutes with four 
times its volume of weak nitric acid, it gives off red vapours, and the 
solution on cooling solidifies in a pulpy mass consisting of interlaced 
crystals of oxalic acid. — Monohydrated nitric acid acts still more vio- 
lently, carbonic acid being evolved, and glycolic and oxalic acids remaining 
in solution. —2. Pure hydrate of ethylene dropped on platinum-black 
makes it red-hot and gives off carbonic acid. A solution of hydrate of 
ethylene in four times its bulk of water, added to platinum-black, also 
causes rise of temperature and evolution of carbonic acid, and the 
platinum-black is afterwards found to contain traces of glycolic acid. 
Wartz (Ann. Pharm. 103, 366.) 


Combinations. Hydrate of ethylene is soluble in all proportions in 
water and in alcohol. 


Acetate of Ethylene. 


4 
C?YHYO8 — (Gi0"? \ O4. 


A. Wurtz. Compt. rend. 48,199; Ann. Pharm. 100, 110. 
Acetate of Glycol. 


Formation. By the action of iodide of ethylene on acetate of 
silver : 

4T7T3Q2 4Fq4 
CHAR + aes Aa j0?) = eatzecnyet 0 + 2A, 

Preparation. Iodide of ethyl is mixed by small portions with well 
dried actate of silver (10 grm. of the former to 12 grm. of the latter; it is 
not advisable to operate with larger quantities), and the mixture is intro- 
duced into a flask. A brisk action soon begins, and the mass assumes a 
yellow colour from formation of iodide of silver, and gives off a consi- 
derable quantity of gas, principally carbonic acid and olefiant gases 
(arising from secondary actions). As soon as the mixture is sufficiently 
cooled, a fresh portion is introduced, and the process continued till 
between 100° and 150° grammes of iodide of ethylene have been used. 
At the end of the reaction, there is found in the flask, a yellow mass of 
iodide of silver, saturated with a liquid; and on distilling this mixture, 
which requires a somewhat high temperature, an acid liquid passes over, 
coloured brown by iodine and containing acetic acid besides neutral pro- 
ducts. When subjected to fractional distillation, it begins to boil at 
120°, but the temperature soon rises, and the portion which distils over 
between 160° and 200°, must be collected apart. The distillate, which 
is still acid, is redistilled over oxide of lead, and again subjected to 
fractional distillation, till it passes over almost entirely between 180° 
aud 190°, If it still contains a tzace of iodide, it must be rectified over 
oxide of silver. 
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Properties. Colourless neutral liquid, nearly inodorous at ordinary 
temperatures but smelling slightly of acetic acid when heated. It is 
heavier than waterand sinks to the bottom of it in large drops. Boils at 
185°, and distils without decomposition. 


Calculation. Vol. Density. 
| ater ese Tanne 19 ol CEU ALOUL rece eraa |e eae 4°9920 
| s | A ee TO ee. 70°85 Be PES ove rcscecensesssssgans LO ee. 0°6930 

= NEE ee are 64 ... 43°84 er acetate ie mek eee 4°4372 
Ca Oe, 2 146 .... 100°00 VapOutPOIDC rt) syn to) ea I 222 
Serr 5°0611 


= 2C*H104 + C*H6O! ~ 4HO. 


———’ —_—_———_> 
acetic acid. — glycol. 


By bases, e. g. potash or baryta, in presence of water, it is 
resolved into acetic acid and hydrate of ethylene, (p. 501). 1-298 grm. 
acetate of ethylene was heated with excess of hydrate of baryta to between 120° and 
130° in a sealed tube, and the product was diluted with water, saturated with carbonic 
acid and filtered. The filtrate contained acetate of baryta, which, when decomposed by 
sulphuric acid, yielded 1°850 grm. sulphate of baryta: or 1 At. acetate of ethylene, 
yielded 1-8 At., or nearly 2 At. acetic acid. 


Acetate of ethylene dissolves in a very large quantity of water, and 
is also soluble in alcohol. 


443 
Ethyl-glycerine, C*H®O® = . Hef O%. In the preparation of acetate of ethylene 


above described, there is also formed an oily liquid which remains in the retort after 
the acetate of ethylene has passed over, and has a boiling point above 250°. This 


liquid appears to be the acetate of ethyl-glycerine, a compound homologous with 
triacetin (ix, 497), and containing C*H? in place of C°H?. 


Glyoxal. C*H’0*. 
Desus. Ann. Pharm. 102, 20. 
Formation (p. 506). 


Preparation. When the syrupy neutral liquid obtained in the prepa- 
ration of glyoxylic acid, is mixed with several times its volume of a concen- 
trated solution of bisulphite of ammonia, and the mixture left to itself for 
some hours, the sides of the vessel become covered with a white crystal- 
line crust consisting of a compound of glyoxal with bisulphite of soda; 
and by dissolving this product in the smallest possible quantity of boiling 
water and leaving the filtrate to cool quietly,.the compound is deposited 
in fine crystals, which, after two crystallisations, are obtained quite pure. 
A further quantity may be obtained by treating the mother-liquors with 
alcohol. The sodium-compound mixed with chloride of barium yields, 
after two days, crystals of the corresponding barium-compound, which 
may also be purified by recrystallisation, and by decomposing the barium- 
compound with the exact quantity of sulphuric acid required, and 
evaporating the filtrate to remove water and sulphurous acid, glyoxal is 
obtained in the solid state. 
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Properties. ‘Transparent, slightly yellowish, amorphous mass, which 
deliquesces when exposed to the air. 


At 100°. Debus. 
AC Sadish, A lds ee eee 40°2 
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The deficiency of carbon in the analysis is due to an admixture of the barium- 
compound, which could not be completely removed. 


Glyoxal may be regarded as the aldehyde of glyoxylic acid (C*H?0®), It stands 
between glycol and oxalic acid, in the same manner as ordinary aldehyde between 
alcohol and oxalic acid. Common alcohol (monatomic) by losing 2 At. H, is con- 
verted into aldehyde, and aldehyde, by taking up 2 O, is converted into acetic acid. In 
like manner, glycol, which is biatomic, by giving up 4 At. H, becomes glyoxal, and 
glyoxal, by taking up 4 At. O, is converted into oxalic acid C*H?O8. 


Decompositions. 1. An aqueous solution of glyoxal treated with a 
small quantity of very dilute nitric acid and evaporated over the water- 
bath, leaves a residue of glyoxylic acid. An excess of nitric acid, even 
when very dilute, converts it into oxalic acid. —2. Glyoxal is decom- 
posed by sulphuretted hydrogen. — 3. By caustic alkalis, even at 
ordinary temperatures, it is converted into a salt of glycolic acid: e.g. 


C1H?O* + CaO,HO = CtH#Ca0®. 
a ag 8 
glycolate of lime. 


4, The aqueous solution is merely clouded by neutral acetate of lead, 
but, on addition of ammonia, a copious white precipitate is formed. — 
With nitrate of silver and ammonia, it forms a beautiful speculum of 
silver. 


Combinations. Glyoxal dissolves very readily in water. 


Glyoxal with Ammonia.— Ammoniacal gas passed through an ethereal 
solution of glyoxal forms a white precipitate. 


Glyoral with Bisulphite of Ammonia.— A. concentrated solution of 
bisulphite of ammonia mixed with glyoxal deposits this compound in 
crystals, the deposition of which is attended with considerable evolution 
of heat. The crystals are purified by recrystallisation from hot water, 
but the boiling must not be long continued, as otherwise, a portion of the 
salt is apt to decompose. 

Shining prismatic crystals, white, or often slightly yellowish; very 
soluble in water, insoluble in alcohol. The aqueous solution is precipi- 

_ tated by acetate of lead, but not by salts of zinc, copper or silver. 


Dried in vacuo. Debus. 
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Glyoxal with Bisulphite of Soda. — Preparation (p. 503). Small hard 
white crystals, easily soluble in water, insoluble in alcohol. The aqueous 
solution, when boiled for some time, acquires a slight yellowish tint; it 
precipitates acetate of lead and chloride of barium. It is slowly decom- 
posed by hydrochloric and sulphuric acids, with evolution of sulphurous 
acid; also by hot nitric acid, with formation of oxalic and sulphuric 
acids. With caustic soda and carbonate of soda, it turns brown and 
forms a dark-coloured precipitate. When glyoxal is mixed, first with 
caustic soda, and then with sulphite of soda, the mixture remains colour- 
less, because the glycolate of soda formed by the action of the caustic 
soda is not affected by sulphites. 


Dried in vacuo. Debus. 
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Glyoxal with Bisulphite of Baryta. — Preparation (p. 503), The hot- 
saturated solution deposits after about two days, nearly the whole of the 
salt in indistinct concentrically grouped masses. 


Dried in vacuo. Debus. 
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The salt heated on platinum foil, blackens, gives off sulphurous acid, 
and burns away, leaving sulphate of baryta. The aqueous solution 
boiled with a slight excess of caustic baryta, yields a precipitate of 
neutral sulphite of baryta, while free baryta and glycolate of baryta 
remain in the liquid. 


C4H204,2(BaO,HO,2802),5HO + (BaO,HO) = 4(BaO,S02) + YHO + CtH?Ba0%. 


ee 
glycolate of 
baryta. 


Glyoxal dissolves with great facility in alcohol and ether. 


Glyoxylic Acid. 
C08 Cr Or 20s) 


Desus. Phil. Mag. [4], 12, 361; Ann. Pharm. 100, 1. 


Formation. By the action of nitric acid on alcohol: 


C*H6O? + 80 = C4H?206% + 4HO or C*H408 + 2HO. 
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Debus originally regarded glyoxylic acid as C*H4O8 (its salts having indeed the com- 
position C4H3MO8), and supposed that it was produced by the oxidation of glycolic 
acid C4H40%, that compound being previously formed by the action of the nitric 
acid on the alcohol; but he now (Ann. Pharm. 102, 28) rather regards it as 
C4H?08 (glyoxal, C*H?O4, being the corresponding aldehyde), and supposes its forma- 
tion from alcohol to be preceded by that of glycol and glyoxal, according to the 
equations : 


CAHSO? 4-07 = CHAO 
— —_ 
glycol. 
C4H°O! + 40 = C1H?0* + 4HO. 


LVes_~ and 
glycol. glyoxal. 
and : 
CAHOt 20 ee CA", 
— ae —_ ae 
glyoxal. glyoxylic acid. 


This supposition does not indeed agree with the composition of the glyoxylates, which 
in the anhydrous state appear to be C‘H®?MO8; but Debus suggests that there may be an 
anhydrous glyoxylic acid C*H?O*, related to glyoxylic acid C*H*O%, in the same manrer 
as anhydrous tartaric acid (x, 336) to ordinary tartaric acid, and containing hydrogen 
replaceable by metals. 


Preparation. 220 grms. of 80 per cent. alcohol are poured into a tall 
narrow flask capable of holding about 13 lb. of water; 100 grammes of 
water are introduced below the alcohol by means of a funnel having its 
neck finely drawn out ; and below this, are poured 200 grms. of red 
fuming nitric acid, so that the three liquids may remain one above the 
other and mix as little as possible at first. The bottleis then closed with 
a cork fitted with a gas-delivery tube dipping under water, and the whole 
is left for six or eight days, at a temperature of 20° ty 22°, till the liquids 
have become completely mixed, and the resulting nitrite of ethyl has 
volatilised. The residual liquid, containing nitric, acetic and formic 
acids, compound ethers, glyoxal and other aldehydes, glycolic acid and 
glyoxylic acid, is evaporated to a syrup over the water-bath in portions 
of 20 to 30 grms. each; the residues containing oxalic, glycolic and 
glyoxylic acids, together with the less volatile aldehydes, are dissolved in 
small quantities of water; the united solutions are neutralised with chalk; 
the neutral liquid is mixed with an equal volume of alcohol; and the result- 
ing precipitate of lime-salts pressed and repeatedly boiled with water. 
The supernatant liquid’ contains glyoxal and glycolate of lime. The aqueous 
extract yields crystals of glyoxylate of lime, and a further quantity of 
this salt may be obtained by concentrating the mother-liquor. The subse- 
quent mother-liquors yield a double salt of glycolate and glyoxylate of lime, and the 
last contain glycolate of lime (p. 509). 

The hydrated acid is obtained by decomposing the lime-salt with 
oxalic acid, and evaporating the solution in vacuo, in the form of a 
viscid, transparent, slightly yellowish syrup, which dissolves readily in 
water. The solution heated to 100° gives off unaltered glyoxylic acid 
together with the watery vapours. The syrupy acid, when strongly 
heated, gives off acid vapours and volatilises, leaving a scanty black 
residue. 

The Glyoxylates C‘H?MO®, are obtained by neutralising the bases or 
their carbonates with the aqueous acid. 

Gloxylate of Ammonia crystallises in hard crusts, consisting of needle- 
shaped crystals concentrically grouped. 
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Glyoxylate of Potash. — White, very deliquescent salt, difficult to 
erystallise. 


Glyoxylate of Lume. — (Preparation p. 506), — Crystallises in thin 
needles or hard prismatic crystals, soluble in 177 pts. of water at 8°. 


Dried in vacuo. Debus (mean). 
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The salt may be heated to between 160° and 170° without loss of 
weight, but is decomposed at 180°, with evolution of water and car- 
bonic acid, and formation of oxalate, glycolate and carbonate of lime, 
together with a resinous substance. From this decomposition it appears 
most probable that the salt is anhydrous, and consequently that the formula of 
glyoxylic acid is C*H#O8; it is possible however that it may contain 2 At. water, which 
ure given off only at the temperature at which the salt itself decomposes. In that case 
the formula of the lime-salt would be CtHCaO® + 2Aq and that of glyoxylic acid 
C*H208 (p.506). The relation of glyoxylic acid to glyoxal is in favour of this 
supposition. 

The solution of glyoxylate of lime mixed with lime-water yields a 
white precipitate of a basic salt, which is decomposed by carbonic acid 
in the cold, into carbonate of lime and the neutral glyoxylate; and is 
resolved by water, gradually at ordinary temperatures, quickly on boiling, 
into oxalate and glycolate of lime : 


2C*H?CaO® + CaO,HO = C#Ca?O*% + CtH3CaO® + 4HO. 


The solution of the neutral lime-salt is not precipitated by nitrate of baryta or 
chloride of copper. 


Glyoxylate of Lead. — White precipitate obtained by adding neutral 
acetate of lead to the aqueous solution of the lime-salt. 


Debus 
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The composition of this salt seems to show that the acid is bibasic ; the formation 
of a basic lime-salt tends towards the same conclusion, which is also in accordance with 
the relation of glyoxylic acid to glycol and glyoxal. If glyoxylic acid be really 
C4H?08, the three compounds, glycol C4H®O4, glyoxylal C4H?O%, and glyoxylic acid 
C4H205, will be related to each other in the same manner as alcohol, aldehyde and 
acetic acid. 


Glyoxylate of Silver. — Oxide of silver dissolves in aqueous glyoxylic 
acid, and the concentrated solution teft to evaporate at ordinary tempera- 
tures, yields white rhombic crystals, which however are always contami- 
nated with metallic silver, even if the light has been carefully excluded. 
The aqueous solution deposits a silver speculum when boiled. 
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Glycolic Acid. 
C*H‘0% = CtH*02,0. 


Socotorr & StREcKER. (1851.) Ann. Pharm. 80, 18. 
DessaIGNes. Compé. rend. 38, 44. 


Formation and Preparation. 1. Benzoglycolic acid (p. 66) is resolved 
by boiling with water to which a little sulphuric acid is added, into 
glycolic and benzoic acids : the greater part is decomposed in the course 
of a few hours, but to render the decomposition quite complete, several 
days boiling is required. The liquid is evaporated as long as benzoic 
acid continues to separate on cooling, then neutralised with carbonate of 
baryta, filtered from the resulting sulphate of baryta, and evaporated to 
a syrup. The baryta-salt which crystallises out on cooling, is dissolved 
in a small quantity of water, and decomposed by dilute sulphuric acid; 
the filtered solution evaporated to a syrup; this residue dissolved in ether; 
and the ethereal solution left to evaporate. (Socoloff & Strecker.) 

2. An aqueous solution of glycocol is decomposed by nitrous acid 
with evolution of nitrogen gas; the liquid with shaken up ether and 
evaporated leaves glycolic acid : 


C4NH®O* + NO? = C4H‘!0® + HO + 2N. 


If the liquid is evaporated immediately after the action of the nitrous 
acid, the glycolic acid thus produced is converted into oxalic acid, 
(Socoloff & Strecker.) Dessaignes, by the same process, obtained glycolic 
acid in the crystalline form. 

3. Tartronic acid (x, 345), is heated to 180°, till no more gas is 
evolved; the residue consisting of nearly pure glycolide is washed with 
cold water and dissolved in potash; the resulting glycolate of potash is 
precipitated by nitrate of silver, and the glycolic acid is separated from 
the silver-salt by hydrochloric acid. The solution of the acid crystallises 
in vacuo. (Dessaignes.) 

4. When glycol is dissolved in four times its bulk of nitric acid of 
sp. gr. 1:33; and the solution, after standing for several days, is concen- 
trated in vacuo over quick lime, an acid syrupy residue is left, which 
when dissolved in water, neutralised with chalk,and mixed with alcohol, 
yields a precipitate of glycolate of lime; and on precipitating the lime 
by the exact quantity of oxalic acid required, and evaporating the filtrate 
in vacuo, glycolic acid is obtained in crystals. (Wurtz, Compt. rend. 
44, 1806; Ann. Pharm. 102, 366.) 

Glycolic acid is also produced in the oxidation of alcohol by nitric 
acid, the intermediate products being glycol and glyoxal. (Debus, 
p. 506).— Cloez (Compt. rend. 34, 364) found in the mother- 
liquor obtained in the preparation of fulminating mercury, an acid 
having the composition of glycolic acid. The mother-liquor, after being 
neutralised with chalk, was distilled in the water-bath, and the residue 
left after the more volatile products, aldehyde, acetic ether, formic ether, 
and nitrous ether had passed over, was found to contain nitrate, acetate 
and formiate of lime, together with the lime-salt of an acid having the com- 
position C+H*0*% By repeatedly abandoning the solution to spontaneous 
evaporation and decanting the liquid containing the more soluble salts, 
this lime-salt was obtained in small light nodules resembling lactate of 
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lime; and by decomposing the lime-salt with oxalic acid, and concen- 
trating the solution over the water-bath or in vacuo over oil of vitriol, 
the acid was obtained in the form of a syrupy liquid resembling lactic 
acid. Cloez gave to this acid the name Homolactic acid. 

6. By the action of alkalis on glyoxal or glyoxylic acid. (Debus, 
pp. 501, 507). 


Properties, Flat crystals, having the form of lamine striated on 
the surface. (Dessaignes.) The homolactic acid obtained by Cloez, formed, when 
concentrated as much as possible, a colourless inodorous syrup, of sp. gr. 1°197 at 13°. 
Wurtz suggests that glycolic acid may exist in two isomeric modifications. 


Dessaignes. 
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From the second mode of formation, it appears that glycocol is the amide of glycolic 
acid : C41NH®O* = C4AdH30?,0? (ix, 247). The peculiar acid which Horsford ob- 
tained (ix, 250) by the action of chlorine on glycocolis different from glycolic acid, inas- 
much as its ammonia-salt is precipitated by chloride of barium. (Socoloff & Strecker.) 


Combinations. Glycolic acid dissolves in water in all proportions. 
The Glycolates are for the most part easily soluble in water and 
crystallisable. 


Glycolate of Baryta. — Preparation p.508.— Melts when heated, form- 
ing a perfectly clear liquid which crystallises on cooling. When strongly 
heated, it swells up, diffusing a peculiar odour, and leaving nearly 
colourless carbonate of baryta. 


Socoloff & Strecker. 
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Glycolate of Lime. — The liquid obtained by the action of nitric acid 
on glycol yields, when neutralised with chalk and mixed with alcohol, a 
precipitate, which, when recrystallised from water forms tufts and 
nodules of delicate interlaced needles. (Wurtz.) — Glyoxal boiled for 
a few minutes with milk of lime forms a liquid which filtered and freed 
from excess of lime by carbonic acid, yields glycolate of lime to the last 
drop. — Glycolate of lime is also found in the mother-liquors obtained in 
the preparatiou of glyoxylic acid (p. 506). — The air-dried salt contains 
22 p. c. (3 At.) water which it gives off at 100° or a little above. 
(Wurtz, Debus.) 
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Dried over oil of vitriol. Debus. 
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Debus’ salt was obtained by the action of lime-water on glyoxylate of lime 


(p. 507). 


Glycolate of Lime with Glyoxylate of Lime. — Crystallises from the 
mother-liquors obtained in the preparation of glyoxylic acid (p. 506). It 
is very soluble in water, and the warm-saturated solution solidifies on 
cooling to a jelly which, after some days, changes to a crystalline powder. 
After drying in the air, it gives off 771 p. c. water (2 At.; calc. 
7:45 p.c.) at 120°, still retaining 2 At. The solution gives with nitrate 
of baryta, lime-water, chloride of copper, and nitrate of silver, the same 
reactions as that of glyoxylate of lime (p. 507). 


At 120°; Debus. 
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Glycolate of Zinc. — The aqueous acid saturated at the boiling heat 
with carbonate of zinc, deposits on cooling, crystalline crusts resembling 
lactate of zinc, or colourless opaque prisms arranged in stellate groups. 
— The salt is sparingly soluble in cold water, soluble in 33 pts. of hot 
water, insoluble in alcohol. It gives off 14°35 p. c. (2 At.) water at 100°. 
(Socoloff & Strecker.) 


At 100°. Socoloff & Strecker. 
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Glycolate of Silver.— A solution of glycolide in potash forms with 
nitrate of silver, a white flocculent precipitate which soon becomes crys- 
talline, dissolves readily in hot water, and may be obtained therefrom in 
large crystals. At 100° it turns reddish and gives off 4°79 p. c. (1 At.) 


water. (Dessaignes. ) — Glycolate of silver prepared by decomposing glycolate of 
baryta with sulphate of silver decomposed even while still in solution, the liquid depo- 
siting black flakes. The solution likewise turned black when evaporated in vacuo over 
oil of vitriol, and the viscid residue was no longer completely soluble in water. The 
aqueous soiution of the salt was not precipitated by alcohol or ether. (Strecker.) — 
Dessaignes neutralised the acid prepared by 2, mixed the solution with nitrate of silver, 
filtered to separate the reduced silver, and obtained the acid in the crystalline form 
from the filtrate. 
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“oe  ystallised. Dessaignes. 
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Glycolic acid mixes in all proportions with alcohol and ether. 


Glycolamide. C*NH°O*. 
DeEssaIGNEs. (1853.) Compt. rend. 38, 47. 


Formation and Preparation. 1. Glycolide is dissolved in hot 
ammonia. — 2. Tartronate of ammonia melts at 150°, with violent evolu- 
tion of carbonic acid; after a while however the escape of vas becomes 
less rapid, and the residue forms on cooling a thick deliquescent syrup 
(probably glycolate of ammonia). If the heat be continued, carbonate of 
ammonia escapes, and at last there remains a residue which solidifies on 
cooling, and when recrystallised yields beautiful crystals of glycolamide. 
— This compound dissolves readily in water, sparingly in alcohol. Has, 
a faint, somewhat sweetish taste and a slight acid reaction. 


Dessaignes. 
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Glycolamide has the same composition as glycocol, but is related to it in the same 
manner as lactamide to alanine (ix, 434; xi, 470). (Dessaignes.) [But lactamide, 
according to Laurent, is lactamate of ammonia, whereas glycolamide does not contain 
ammonia (List). | 


Glycolamide when treated with potash, does not, give off the odour 
of ammonia till heat is applied. When boiled with potash till ammonia 
is no. longer evolved, it yields glycolic acid. — It. is, not. precipitated by 
solution of platinum. 


Glycolide. 
erga Crea) 


DessAIGNEs. Compt. rend. 38, 46. 


When tartaric acid is heated to 160°, carbonic acid is abundantly 
evolved together with a body having a peculiar odour; if the tempera- 
ture be kept at 180°, as long as gas continues to eseape, there remains in 
the retort a slightly coloured mass which has the consistence of 
turpentine, and solidifies after a few days; it inust be pulverised and 
washed with hot water. White, tasteless, insoluble in cold, very 
sparingly soluble in, hot water. Melts at 180° without loss of weight, 
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Dessaignes. 
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Isomeric with glyoxal. 


Glycolide dissolves in potash, producing glycolic acid. 
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Acetic acid. — Anhydrous acetate of soda treated with protochloride 
of sulphur yields anhydrous acetic acid : 


4C4H3NaO* + 3CIS = 2C8H°O® + 3NaCl + NaO,SO? + 28. 


The process cannot however be applied to the preparation of anhydrous 
acetic acid, inasmuch as the product is contaminated with other bodies, 
especially sulphur-compounds, which are not easily separated. — Mer- 
curous acetate heated to a temperature between 250° and 300°, yields 
anhydrous acetic acid mixed with acetone and a body rich in oxygen. 
(Heintz, Pogg. 98, 458.) 


Acetate of Lanthanum. — Basic acetate of lanthanum, which is preci- 
pitated in the form of transparent gelatinous flakes from a solution of oxide 
orjcarbonate of lanthanum in excess of acetic acid, by supersaturating with 
ammonia in the cold after diluting the solution with a large quantity of 
water,—is coloured deep blue by iodine. The colour is not destroyed by 
washing with cold water or by drying at ordinary temperatures; but 
decoloration takes place at 80° (at which temperature the salt still 
retains water), or by continued boiling of the salt suspended in water; 
but on adding iodine and a very small quantity of ammonia to the liquid, 
the colour is restored and blue flakes of the basic salt are precipitated; 
the colour is also destroyed by addition of acetic, hydrochloric, nitrie or 
sulphuric acid, or of excess of ammonia. — The blueing of basic acetate 
of lanthanum by iodine takes place only when it is quite free from 
cerium. It is not exhibited by other basic salts of lanthanum, or by the 
corresponding salts of alumina, yttria or ceric oxide. (Damour, Compt. 
rend. 43, 976.) 


Page 358. 


Iodide of Ethyl heated to 100° in sealed tubes with an aqueous or 
ethereal solution of mercuric chloride, is converted into chloride of ethyl, 
with simultaneous formation of iodide of silver.—Similarly with the 
iodides of methyl and amyl. — When iodide of ethylene is heated for 
several hours with an aqueous solution of mercuric chloride, it disap- 
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pears, iodide of mercury is formed, and the liquid, which has a strong 
“acid reaction, yields by distillation, chloride of acetyl, C4H®Cl1: 


C4H42? + 2HgCl = C4H?C1 + HCl + 2HeglI. 
(Schlagdenhauffen, V. J. Pharm. 29, 247; 30, 38.) 


Bromide of Hthyl heated with aqueous potash in sealed tubes to 125° 
for a month, is decomposed, with formation of ether and a small quantity 
of a gaseous body. At 100°, no complete decomposition takes place, 
even after heating for 200 hours. (Berthelot, V. Ann. Chim. Phys. 
43, 282.) 


Page 394. 


Borate of Ethyl. —H. Rose (Pogg. 98, 245), recommends for the 
preparation of borate of ethyl, 30*H°0,BO%, to distil sulphovinate of 
potash with anhydrous borax between 100° and 120°. If the materials 
are not quite dry, the ether thus obtained contains water and deposits 
boracic acid after some time. It does not appear possible to prepare in like 
manner the ethers of silicic, carbonic, phosphoric, chromic and molybdic acids, or to 
obtain a compound of oxide of ethyl with alumina. 


Page 406. 


Ethylotrithionic Acid. C*H*S*’0*. 
J.T. Hopson. Chem. Soc, Qu. J. 10, 55. 


Obtained in the form of a zinc-salt by the action of sulphurous acid 
on zine-ethyl. When perfectly dry sulphurous gas is passed through 
zinc-ethyl, rapid absorption takes place, and so much heat is evolved that 
it is necessary to cool the flask during the whole time of the absorption. 
A crystalline body soon forms, and after some time the flask becomes 
filled with a quantity of minute crystals, which protect the remaining 
portion of zinc-ethyl from the action of the gas, so that it 1s necessary 
to continue the action for a long time and frequently to break up the 
crystalline mass. The zinc-salt is purified by recrystallisation, first 
from alcohol, afterwards from water. It may be converted into a baryta- 
salt, by treating its boiling solution with caustic baryta, and passing 
carbonic acid through it till the excess of baryta is precipitated; and 
from the baryta-salt, the free acid is obtained by precipitating the baryta 
with dilute sulphuric acid. The zinc-salt distilled with sulphuric acid also yields 
a distillate of aqueous ethylotrithionic acid ; but unless the sulphuric acid used is very 
dilute, a large portion of the distillate suffers decomposition. After prolonged 
evaporation over the water-bath it still retains 5 At. water. 

The Lthylotrithionates are obtained, either by dissolving carbonates in 
the aqueous acid, or by double decomposition of the baryta-salt with 

WOlin SLL; 21 
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sulphates. Their general formula is C‘H®MS*0*, or MO,C4H'S°0*. The 
anhydrous acid may be regarded as formed from 3 At. SO’, by the substi- 


+ 
fution otal Wt. Cll fora tO ecine (bese ihe * 


Ethylotrithionate of Soda.— C*H®NaS*0® + Ag. — Obtained by 
dissolving carbonate of soda in the aqueous acid, evaporating to dryness 
and extracting with alcohol. The alcoholic solution evaporated in 
vacuo over sulphuric acid, yields the salt in colourless needle-shaped 
crystals, very small and not well defined. The crystals dried in vacuo 
gave by analysis 15°21 p. c. sodium and 30°05 sulphur (by calculation 
14°65 Na and 30°57 8). 


Ethylotrithionate of Baryta. — Preparation (p. 513). — Crystallises on 
cooling from its concentrated aqueous solution, in the form of a colourless 
pellicle which floats on the surface. The salt, after drying over sulphuric 
acid in vacuo, gives off 1 At. water at 100°; it sustains a heat of 170° 
without decomposition. 
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a was prepared by decomposing the zinc-salt with baryta-water; J by saturating 
the aqueous acid with carbonate of baryta. 


Ethylotrithionate of Zinc. —a. Basic.— The crude salt obtained 
by the action of sulphurous acid on zine-ethyl. The excess of oxide 
of zinc arises from the action of water on the undecomposed zinc- 
ethyl. 


Hobson. 
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b. Normal. — Obtained by erystallising the basic salt just described, 
first from alcohol and then from water. Minute, colourless, acicular 
crystals, having a peculiar odour and a somewhat bitter taste. Dissolves 
sparingly in water, either hot or cold, and also in ether; nearly insoluble 
in cold alcohol, but moderate solubly in boiling alechol. On evaporating 
the aqueous solution, the salt crystallises out as a pellicle which floats on 
the surface. It contains 1 At. water of crystallisation, which it does 
not give off at 100°. 
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Hobson 
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LEthylotrithionate of Oopper.— Obtained either by double decom- 
position of the baryta-salt, or by dissolving carbonate of copper in the 
free acid. Crystallises, both from the aqueous and from the alcoholic 
solution, in greenish blue deliquescent needles. 


Dried at 100°. Hobson. 
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Ethyltrithionate of Silver. — Prepared by dissolving carbonate of 
silver in the free acid. White crystalline body, very soluble in water 
and highly deliquescent. It is not decomposed by exposure to light or by 
a iempsraiite of 100°, but is entirely decomposed at a temperature a little 
above. 
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Ethylotrithionate of Ethyl. — Prepared by distilling the crystallised 
baryta-salt with sulphovinate of potash in an oil-bath, washing the 
distillate with water, drying it with chloride of calcium, and redistilling. 
— Yellow oily liquid, slightly heavier than water and having a disagree- 
able odour. It is insoluble in water, but mixes in all proportions with 
alcohol. 


Hobson. 

a A Se oe oe BeAS oe Ole vapekiee 30°93 

LO ets LOA ..<: O74 Diao as 6°60 
a Oe See ae eee 48 RO tee 31°05 

ORO Pere ee austin 48 OL Pes... lee 

CERT) S*O8 es Lb L295... 100700"... 4, 100.00 


Methylobithionic acid and ethylotrithionic acid (anhydrous) are the first and 
‘2n—2 7 2n-1 
second terms of a series whose general formula is Sah Res the »’th term 
being formed by replacing 1 At. oxygen in n-atoms of anhydrous sulphurous acid by 
1 At. of the (v—1)th term of the series of alcohol-radicals. The sixth term would be 
~Clopul 
amylhexathionic acid S® e Bit 


aay 4 
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Bisulphetholic Acid. 
C4H®S4‘O% = C4H*, 480%. 


Bucxton & Hormann. Ann. Pharm. 100, 145; Chem. Soc. Qu. J. 
9, 249, ' 


Bisulphetholic acid. 


Obtained by the action of fuming sulphuric acid on propionitrile 
(cyanide of ethyl), or propionamide. The latter is preferable on account 
of the greater facility of preparing it. The mode of preparation is similar 
to that described for bisulphometholic acid (p. 484). The propion- 
amide must be as dry as possible, otherwise the only products obtained 
are propionic acid and sulphate of ammonia. To ensure this condition, 
it must be heated in a retort, and only that portion collected which 
distils above 210°. The proportions required are 1 At. propionamide 
C°N H’0? to 6 At. SO*H; but as the fuming sulphuric acid of commerce 
is not of constant composition, its strength must be determined by a 
special experiment, because too large quantity of acid carbonises the 
mixture completely, and if too little is used, the chief products are 
sulphopropionic and propionic acids. The heat must be so regulated as 
to produce a continuous evolution of carbonic acid. — The residue in the 
retort is dissolved in water when cold, and treated, first with carbonate 
of baryta and then with carbonate of ammonia, as in the preparation of 
bisulphometholic acid. The filtered liquid yields by evaporation a 
mixture of bisulphetholate and sulphopropionate of ammonia, the latter 
of which is quite uncrystallisable and may be removed by washing with 
weak spirit. Bisulphetholate of ammonia then remains on the filter 
and may be purified by two or three crystallisations from hot water. 

The free acid is obtained by decomposing the lead-salt with sul- 
phuretted hydrogen. By concentration it forms a thick map which 
ultimately sodifies in a crystalline mass. It is decomposed by heat, 
with deposition of charcoal and emission of white fumes, 


Bisulphetholate of Ammonia.— Crystallises from the aqueous solution 
in colourless regular cubes or square prisms. It is insoluble in alcohol 
and in ether. Resembles the bisulphometholate, but is more soluble in 
water, and leaves a carbonaceous residue when strongly heated. 


Bisulphetholate of Baryta. — CiH*Ba’S‘O” + 2Aq.— Obtained by 
heating a solution of the ammonia-salt with hydrate of baryta, till the 
ammonia is completely expelled, and precipitating the excess of baryta 
by a stream of carbonic acid. — Crystallises in regular six-sided plates, 
generally radiating from centres. After drying at 100°, it gives off 
5-99 p. e. water (2 At.; by calculation 5:24 p.c.) at 220°; the excess. 
perhaps arises from partial decomposition. When strongly heated in 
close vessels, it blackens, gives off empyreumatic vapours, and leaves a 
black residue, which burns with a sulphur-flame. It is very soluble in 
water but insoluble in strong nitric acid, which does not decompose it; 
from solution in the dilute acid, it crystallises without apparent change. 
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When the salt is fused with chlorate of potash and carbonate of soda, 
and the fused mass is treated with water, the filtered solution is found 
to contain sulphates, showing that the salt contains more sulphur than 
is required to saturate the barium. ‘This reaction distinguishes the bisul- 
phetholates from the sulphopropionates. 


Bisulphetholate of Lead. — Easily soluble in water. The solution 
when evaporated over oil of vitriol, yields thin prisms and four-sided 
lamin; when quickly evaporated, it thickens to a viscid gummy mass. 


Bisulphetholate of Silver. — Obtained like the bisulphometholate. 
Crystalline. In the dry state, it bears a tolerably high temperature 
without decomposition, but the solution blackens when boiled. 
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Mesitylo-sulphuric acid. — Kane, by acting upon acetone with strong 
sulphuric acid, obtained two acids, viz., mesitylo-sulphuric and permesitylo- 
sulphuric oie the. lme-salt or in first containing C®H®Ca0?,SO%, 
and of the second C*H*0?. 2(CaO,SO0%). According to ‘Hilasiwetz (Wien. 
Akad. Ber, 21, 225), acetone treated with monohydrated sulphuric 
acid or fuming sulpburic acid in various proportions—the mixture 
being cooled to moderate the action—always yields an acid having 
nearly the composition of the former of these acids. The mixture, 
after the action had ceased, was diluted with water, saturated with 
carbonate of lime, strained, filtered, and evaporated at a gentle heat, 
the sulphate of lime being removed as it separated; and the result- 
ing lime-salt, which formed small crystals or a gummy mass, was 
purified by solution in hot alcohol and precipitation with ether. It was 
thereby obtained as a gelatinous pulp, which dried up to a white or 
slightly yellow powder, having nearly the composition of the lime-salt 
of the acid C®H®O?,S?04. 


Dried at 100°. Hlasiwetz. 
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Hlasiwetz regards the salt analysed as still impure. 


By decomposing the lime-salt with carbonate of ammonia, evaporat- 
ing the filtrate, exhausting the residue with strong alcohol, and leaving 
the solution to evaporate, a buttery deliquescent mass was obtained, 
which, when heated with potash, gave off ammonia and yielded a distillate 
of oxide of mesityl. 

A copper-salt C°H®Cu0?,S*0*+ 2Aq, was obtained by exactly decom- 
posing the solution of the lime-salt with sulphate of copper. It separates 
from boiling alcohol in greenish crystalline needles. 


ACETAL. 519 


Page 38. 


4Ly4 
Acetal. C”H“0O* = Hts f 04. 


Wurtz. NV. Ann. Chim. Phys. 48, 370. 
Ethylate of Ethylene. 


Wurtz prepares this compound by distilling 2 pts. of alcohol with 
3 pts. of peroxide of manganese, 3 pts. of oil of vitriol and 2 pts. of water 
(the proportions recommended by Liebig for the preparation of aldehyde). 
As soon as the effervescence which at first takes place has subsided, 
3 pts. of the liquid are distilled off; the distillate is rectified; and the 
portion A which distils below 80° (the thermometer being immersed 
in the vapour) is separated from the portion B which passes over 
between 80° and 95°. The former portion is placed in contact with 
pulverised chloride of calcium and rectified. The portion which then 
distils below 60° consists chiefly of liquid containing aldehyde, and 
above 60° a distillate is obtained from which, on addition of concentrated 
of chloride of calcium, an ethereal layer separates. The portion B of 
the former distillate (boiling between 80° and 95°) is likewise rectified ; 
and from the portion which first passes over, an ethereal layer is also 
separated by addition of chloride of calcium. The ethereal liquids 
thus separated, containing aldehyde, acetic ether, &c., and acetal, are 
united, and shaken up with caustic potash, whereby the aldehyde is 
resinised and the greater part of the compound ethers decomposed. The 
brown liquid which then floats upon the potash-solution, is separated 
and distilled; the distillate again mixed with chloride of calcium ; the 
liquid thereby separated is heated with twice its volume of potash-ley to 
100° in a sealed tube for 24 hours; the lighter stratum rectified ; the 
distillate again shaken up with chloride of calcium; and the separated 
layer digested with pulverised chloride of calcium and rectified alone. 
Pure acetal then passes over between 100° and 105°. 


Wurtz 
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[Stas (ix, 40) regarded acetal as a compound of 1 At. aldehyde with 2 At. ether 
‘4444 
C4H402 + 2C4H5O]%. Wurtz regards it as glycol or hydrate of ethylene 2 } O° 


having the two basic atoms of hydrogen replaced by 2 At. ethyl. This view is con- 
firmed by the formation of the compounds described below. 


Acetal is dissolved by strong hydrochloric acid, The liquid if left 
to itself blackens at the end of two days, and then holds in solution a 
considerable quantity of chloride of ethy]. — Pentachloride of phospho- 
rus acts upon it energetically, giving offa considerable quantity of chloride 
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of ethyl. — Mixed with several times its weight of glacial acetic acid 
and heated in a sealed tube placed in the oil-bath, it yields acetic ether, 
each atom of acetal yielding more than 1 At. acetic ether. 


4Hy4 

Methylate of Ethylene, C®HO* = (sy } Ot. — Obtained, together 
with the following compound, by mixing in a capacious retort, 110 pts. 
of alcohol and 90 pts. of wood-spirit with 800 pts. of oil of vitriol, 
300 pts. of water and 200 pts. of peroxide of manganese. As soon as 
the first effervescence has subsided, the mixture is distilled till a quantity 
of liquid has passed over equal to that of the mixture of alcohol and 
wood-spirit used, and this product is rectified, the portions which go over 
above and below 68° being collected separately, and the distillation 
stopped at 85°. These two portionsare rectified, as in the preparation of 
acetal, then shaken up with chloride of calcium, and the liquid treated 
several times with caustic potash. An ethereal product is thus obtained 
having a peculiar odour and containing acetal and the intermediate 
compounds, together with a trace of methylal. On subjecting this mixture 
to fractional distillation, a considerable portion of liquid passes over 
between 60° and 70°, and another between 80° and 90°. These when 
purified by further fractional distillation, ultimately yield a product 
boiling at about 65°, which is methylate of ethylene, and another boiling 
at about 85°. 

Methylate of ethylene is a colourless mobile liquid having an ethereal 
odour, like the methyl-compounds in general. Sp. gr. 0°8555 at 0°. Iv 
burns with a bright white flame bordered with blue. Dissolves in a large 
quantity of water. 


Wurtz 
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Acetal in which the ethyl is entirely replaced by methyl, or glycol, in which the 

2 At. basic hydrogen are thus replaced. 
; CtH* 

Methylethylate of Ethylene or Methylacetal, C°H"*O* = C?He, Crys f O* 
— This is the product which boils at about 85°. It is a very mobile 
liquid having a penetrating ethereal odour, like that of acetal itself. 
Sp. gr. 0°8535. Vapour-density, 3°475. It dissolves in about 15 times 
its bulk of water and in all proportions of alcohol. It is precipitated 
from its alcoholic solution by water and more especially by aqueous 
chloride of calcium; if however the alcohol is in excess, water does not 
separate any thing from the solution. 


Wurtz, Vol. Density. 
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Acetal in which 1 At. ethyl is replaced by methyl. 


TRIETHYLPHOSPHINE, 5 


bo 
— 


Page 65. 


Triethylamine.— This compound may be prepared by digesting 
cyanate of ethyl with pure ethylate of potassium or sodium (absolute 
alcohol saturated as far as possible with potassium or sodium) for several 
hours at a moderate heat, and subsequently distilling on a sand-bath. 
A strongly alkaline liquid is thus obtained, which, when saturated with 
hydrochloric acid, yields, on evaporation to dryness, a residue from which 
a considerable quantity of triethylamine is expelled on addition of 
potash. The reaction, which is expressed by the equation, 


C2N(C!H5)O2 + 2C/H®KO? = N(C‘H5)3 + 2KO,CO2, 


is precisely analogous to that by which ethylamine is obtained in the 
action of hydrate of potash on cyanate of ethyl : 


C2N(C!H5)O2 + 2HKO? = N(C4H5,H2) + 2K0,CO?, 


A quantity of the base prepared as above yielded an orange-coloured 
platinum-salt, which gave by analysis 32°73 and 32°55 p.c. of platinum, 
the formula requiring 32°12 p.c. The slight excess of platinum is due 
to admixture of ethylamine, the formation of which arises from a trace 
of moisture in the ethylate of potassium or the cyanate of ethyl. In fact, 
if great care be not taken to dry the materials, ethylamine is the prin- 
cipal product formed. (Hofmann, Chem. Soc. Qu. J. 10,208.) 


Triethylphosphine. 
C2HbpP — (Ce) Ps 


Hormann & Canours. Phil. Trans. 1857, 575; Ann. Pharm. 104, 110; 
Chem. Soc. Qu. J. 11. 


Formation By the action of terchloride of phosphorus on zine-ethyl. 


PCB + 3C*H5Zn = (C*H5)8P + 3ZnCl. 


Preparation. A tubulated retort f, is joined to a receiver e, which, in 
its turn is connected with a wide glass tube d, bent at an angle of about 130°, 
and acting like a second receiver. The angle of this tube is filled with 
terchloride of phosphorus, and the tube is connected with a large cylinder c, 
which is supplied by a suitable apparatus a, 6, with dry carbonie acid. 
As soon as the carbonic acid has expelled the air from the reservoir, tube, 
receiver, and retort, an exit-tube from the reservoir, up to that time 
closed by a caoutchoue cap, is opened to let out the carbonic acid, the 
evolution of which is maintained during the whole operation. The 
tubulature of the retort is now connected with the copper digester in 
which the zinc ethyl has been prepared ; and as soon as the retort has 
received a charge of the ethereal solution of zinc-ethyl, there is fixed into 
the same tubulature a little dropping apparatus g, consisting of a glass 
globe, with a tubulature and stopper at the top, and terminating below 
in a glass tube in which a stopcock is fitted. This apparatus is filled 
with terchloride of phosphorus, and by appropriately adjusting the 
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stopcock and opening or closing the stopper of the glass globe, any desired 
flow of the liquid can be maintained with the greatest nicety. However 
slowly the action may be accomplished, and however well, moreover, 


the retort and receiver may be cooled by water or ice, the action is 
nevertheless so violent, that all the ether, and with it a large quantity 
of the zinc-ethyl, passes over into the receiver. By the powerful ebul- 
lition which periodically ensues, a portion of the vapour is driven even 
into the bent tube, and a considerable loss of zinc-ethy] is incurred, unless 
this tube is filled with terchloride of phosphorus, which greedily absorbs 
every trace of the former compound. This fluid valve, ascending and 
descending in the tube, in accordance with the progress of the reaction, 
regulates the function of the apparatus so perfectly, that the operation, 
which always takes several hours, continues by itself when once begun. 
Sometimes the absorption is so violent that the terchloride of phosphorus 
in the tube is sucked back into the receiver; but even then no loss is to 
be feared, since the tube is connected with the reservoir filled with 
carbonic acid. The first drops of terchloride of phosphorus which fall 
into the solution of zinc-ethyl, hiss like water coming in contact 
with red-hot iron. The action becomes by-and-by less violent, and as 
soon as an evolution of heat is no longer perceptible, the operation is 
terminated. There remain in the retort, in the receiver, in the bent tube, 
and sometimes even in the carbonic acid reservoir, two liquid layers,— 
the one a heavy pale straw-coloured thick fluid, the other a transparent 
colourless mobile fluid floating on the former. 

The heavy fluid, a compound of the phosphorus-base with chloride 
of zine, nearly solidifies on cooling; but the viscid transparent mass 
exhibits no trace of crystalline structure. The light fluid is a mixture 
of ether with an excess of the terchloride of phosphorus; after discon- 
necting the apparatus, it is poured off from the viscous fluid, and may 
be used, after distillation, in a second operation. Some ether and ter- 
chloride of phosphorus which may still adhere are expelled by gently 
heating the retort upon a sand-bath. 

The phosphorus-base is liberated from its combination with zine by 
distillation with potash. To prevent destruction of the retort, and loss 
of material, this operation is conveniently performed in the following 
manner. Solid hydrate of potash is placed on the hard resinous cake 
attached to the bottom of the retort, and a slow current of water allowed 
to flow in by the dropping apparatus, after the air in the retort has been 
carefully displaced by hydrogen: the heat evolved during the reaction 


TRIETHYLPHOSPHINE. 523 
is quite sufficient to volatilise the base with the vapour of the water; it 
may be condensed by an ordinary cooler. The base, which is now float- 
ing on the water of the distillate, is removed by means of a separating 
funnel ; it is allowed to stand for a day over hydrate of potash, and 
finally rectified in a current of dry hydrogen gas. 


Properties. Transparent, colourless, mobile liquid which strongly 
refracts light. Sp. gr. 0°812 at 15°. Boils at 127°5 under a barometric 
pressure of 0'744 mm. Its odour is penetrating, almost benumbing but 
still not disagreeable, and in a diluted state, resembles that of the 
hyacinth. The intolerable odour which usually attends the preparation of this and 
the other phosphorus-bases, arises from the formation of other products. Long- 
continued working with this substance produces head-ache and sleep- 
lessness. When recently prepared, it is without action on vegetable 
colours, but if exposed to the air for a few seconds, it shows a constantly 
increasing acid reaction. 


Hofmann & Cahours. 
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The analysis exhibits a small loss of carbon, arising from oxidation in the previous 
manipulations. 


Decompositions. 1. When brought in contact with oxygen gas, it 
emits vapours, and frequently takes fire, emitting dense white fumes of 
phosphoric acid. If a strip of paper moistened with triethylphosphine 
be introduced into a test-tube containing oxygen and immersed in hot 
water, the vapour of the phosphorus-base forms with the oxygen an 
explosive mixture which detonates violently after a few moments. — 
2. When triethylphosphine is poured into a flask containing chlorine, every 
drop takes fire, with formation of hydrochloric acid aiid pentachloride 
of phosphorus, and separation of carbon. If however the action be 
moderated, crystalline compounds are produced. — 3. In cyanogen-gas, 
triethylphosphine is converted into a resinous mass. ~ 


Combinations. Triethylpbhosphine has a powerful affinity for oxygen 
and sulphur, less for selenium. Its combinations with these bodies con- 
tain 2 At. of the electro-negative element to 1 At. triethylphosphine. 

It is perfectly insoluble in water. 


Oxide of Triethylphosphine. — (C*H*®)?PO?. — Obtained: 1. By the 
direct oxidation of the phosphorus-base. This substance has so strong an 
attraction for oxygen, that it cannot be distilled without oxidation except 
in an atmosphere of hydrogen or carbonic acid. _In contact with pure oxygen, it 
suffers decomposition (vid. sup.) When the larger quantity of the base has 
distilled over, the boiling point suddenly rises, and the neck of the retort 
becomes covered with a beautiful network of crystals of the oxide. — 
2. By gently heating triethylphosphine with oxide of mercury or oxide 
of silver. Considerable evolution of heat then takes place, the metal is 
reduced, and oxide of triethylphosphine separates in oily drops, or some- 
times sublimes in radiated crystals. It also separates in oily drops when 
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triethylphosphine is boiled with strong nitric acid, and potash added to 
the highly concentrated liquid. — 8. By the action of heat on the 
hydrated oxide of tetrethylphosphonium : 


(C!H5)!PO,HO = (C4H*)8PO? + CHS. 


QS’ 
hydride of 
ethyl. 


On subjecting this body to distillation, water passes over at first; but 
when the liquid has attained a certain degree of concentration, gaseous 
hydride of ethyl is given off. On continuing the heat, the evolution of gas 
ceases; and at 200°, a viscid nearly inodorous liquid distils over, the tem- 
perature then slowly rising, till, at about 240°, the boiling point becomes 
stationary and the distillate then generally solidifies in a crystalline mass 
in the neck of the retort. 

Oxide of triethylphosphine forms colourless crystals, which are so 
deliquescent that a crystal exposed to the air liquefies entirely in a few 
seconds. In perfectly dry air, however they are permanent. On fusing 
the crystalline mass by the heat of a spirit-lamp and collecting the 
liquid in a receiver, it often solidifies instantaneously on cooling, but 
sometimes remains liquid for months. I+ may be obtained perfectly dry 
and solid by distillation with anhydrous phosphoric acid, but suffers 
partial decomposition at the same time, — It is decomposed by potassium, 
with separation of triethylphosphine. — It dissolves in all proportions 
in water and in alcohol, but is less soluble in ether. The aqueous solu- 
tion is precipitated by potash, the oxide then separating in colourless 
oily drops, which remain liquid even after much concentration, and 
rapidly dissolve on diluting the potash-solution with a comparatively 
small quantity of water. — The oxide dissolves readily in acids. 


Sulphide. — (C*H®)?PS*. — Obtained: 1. By the direct combination 
of triethylphosphine with sulphur. Flowers of sulphur are gradually 
introduced into.an ethereal solution of triethylphosphine till a portion 
remains undissolved, the liquid effervescing on each addition. The ether 
is then volatilised, and the residuary mixture of the sulphide and free 
sulphur treated with boiling water, which dissolves the sulphide and on 
cooling deposits it in crystals of perfect purity.—2. By distilling 
triethylphosphine with cinnabar, which is then reduced to subsulphide 


or to metallic mercury. -—— The compound is not formed by treating the oxide with 
sulphuretted hydrogen or sulphide of ammonium, 


By slowly cooling the aqueous solution, the compound is obtained 
in beautiful needle-shaped crystals often five or six inches long. It 
melts at 94°, and resolidifies at 88°. When heated beyond 100°, it is 
volatilised and diffuses a white vapour having a disagreeable sulphur- 
odour, which is but slightly perceptible at common temperatures. When 
heated with a quantity of water not sufficient for its solution, it rises to 
the surface in the form of a transparent oil, which is copiously volatilised 
with the aqueous vapour. 


Hofmann & Cahours 
GRA od Pet We Septet Soe gad 
SD irucstrtarstuetie Sy i let! Nags fs pela pit 21°74 


(C4H5)3PS? .... 150... 100-00 
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The sulphide is instantaneously decomposed by potassium, with 
separation of triethylphosphine. 

It is much more soluble in hot than in cold water, only a small 
quantity remaining dissolved at ordinary temperatures. It is still less 
soluble in alkaline liquids. On adding an alkali to the cold aqueous 
solution, the mixture becomes turbid and soon deposits small crystals, 
On adding potash to the boiling saturated aqueous solution, the sulphide 
instantly separates in oily drops, which, as the liquid cools, rapidly 
solidify into spherical aggregates of crystals. — It dissolves even more 
readily in alcohol and ether, and in bisulphide of carbon almost without 
limit; from this solvent it does not erystallise perfectly. 

The aqueous solution is without action on vegetable colours; the 
compound neyertheless appears to possess faintly basic properties. It 
dissolves more readily in hydrochloric acid, especially when concentrated, 
than in water, and the solution furnishes with bichloride of platinum a 
yellow precipitate, which rapidly cakes into a resinous mass, giving 
indications of decomposition by the separation of bisulphide of platinum. 
The sulphur-compound also dissolves in dilute sulphuric and nitric acids; 
concentrated nitric acid decomposes it; the fuming acid gives rise to a 
sort of detonation. The aqueous solution is not affected by acetate of lead, 
nitrate of silver, or protoxide of mercury, even at the boiling temperature; 
the alcoholic solution, on the other hand, is instantaneously decomposed, 
with separation of sulphide of lead, silver, or mercury. The liquid filtered 
off from the precipitate now contains the oxide of triethylphosphine, either 
free or in the form of acetate or nitrate, and easily separable by the 
addition of an alkali. 


Selenide. — (C4H*)*PSe?, — Prepared, like the sulphide, by the direct 
combination of triethylphosphine with selenium; the reaction however 
is less powerful than with sulphur. — Crystallises from water as easily 
as the sulphide, but the solution is apt to undergo partial decomposition 
' when exposed to the air. Even the dry crystals are slowly reddened 
in the air. Melts at 112°, and is easily volatilised with partial 
decomposition. 


Hofmann & Cahours. 
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Chloride, Bromide, and Iodide of Triethylphosphine.— Oxide of triethyl- 
phosphine, when treated. with hydrochloric, hydrobromie or hydriodie 
acid, is converted into the corresponding chloride, bromide, or iodide, 
which closely resemble the oxide in their general properties. They are 
liquids which gradually solidify in the exsiccator; the crystals fuse at 100 
and begin to volatilise, although their boiling-point is very high. The 
compounds of triethylphosphine with chlorine, bromine, and iodine may 
also be obtained by the action of these elements in aqueous or alcoholic 
solutions upon the phosphorus-base itself. Both methods, however, 
furnish products which are difficult to purify. | . 

Triethylphosphine forms crystalline compounds with hydrochloric, 
hydrobromic, hydriodic, sulphuric and nitric acids; but they can be 
obtained in the dry state only by means of the exsiccator. 
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Ohloroplatinate of Triethylphosphine.— The solution of the base in 
hydrochloric acid affords a crystalline platinum-salt, which is insoluble 
in cold water, in alcohol and in ether, and decomposes at 100°. 


Dried over oil of vitriol. Hofmann & Cahours. 
} A 8 wn Sethenatipelonn RAD ta oe eee 
fs RPE Fe oer 160" 4... Ave 
Lege ec Gt Monee hr a ESL: OMENS? SPO b 
a kay ie Rereec tS be TOGS BGLOUS2:655 fear 32°96 


Pein diss,.4e, clan ceadi 0817 Ione B0dt. Lean 30°59 
(C4H>)3P,HCIPtCh .... 324-2... 100°00 


The platinum in this and the corresponding salts of the other phosphorus-bases 
cannot be determined in the ordinary way by simple ignition, because a considerable 
quantity of it is carried off with the phosphorus-vapour, however slowly and carefully 
the process may be carried out; but by heating with a considerable excess of carbonate 
of soda in a porcelain crucible on a sand-bath, the temperature of which is gradually 
raised, the determination succeeds without difficulty. After removal of the portion 
soluble in water, the platinum-residue, which is always contaminated with silicic acid, 
is dissolved in nitrohydrochloric acid, the solution evaporated to dryness, and the 
residue again dissolved in acid: the careful evaporation of this solution furnishes a 
perfectly accurate result. This method, though somewhat tedious, has the advantage 
of affording a simultaneous determination of the chlorine. 


Tetrethylphosphonium. 
Cl H2pP —_ (CHP. 


Hormann & Canours. Phil. Trans. 1857, 588. 


Obtained as an iodide by the action of iodide of ethyl on triethyl- 
phosphine : 


CHUHEP + CIHeT = C’AP,T. 


Not known in the separate state. It may be regarded as ammonium in which the 
nitrogen is replaced by phosphorus and the 4 At. H by 4 At. C®H®. 


Hydrated Oxide. — (C*H*)*PO,HO. — Obtained by the action of 
oxide of silver on the iodide. A strongly alkaline solution is formed 
which retains a small quantity of silver in solution. 

This liquid, which is almost without odour, and has a bitter and 
phosphoric taste, dries up when placed over sulphuric acid, into a crys- 
talline extremely deliquescent mass, the silver separating at the same 
time in the form of a black powder, or as a brilliant metallic mirror. 
The mass, when redissolved in water, furnishes a colourless liquid free 
from silver, but generally containing carbonic acid. It attracts both 
water and carbonic acid with avidity. 

In its deportment with other substances, this oxide resembles the 
oxide of tetrethylium (ix, 66), its solution exhibiting all the reactions 
of a solution of potash; the precipitates, such as alumina and protoxide 


of zinc, dissolve, however, less readily in excess of the phosphorus- 
compound. 
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The hydrated oxide is resolved by heat into hydride of ethyl and 
binoxide of triethylphosphine (p. 524). If however it has been exposed 
for some time to the air and has absorbed carbonic acid, a different 
decomposition takes place, the carbonate of tetrethylphosphonium being 
resolved into triethylphosphine and carbonate of ethyl, which passes over 
in the form of an inflammable aromatic liquid, without any evolution of 
permanent gas : 


(G4H®)*PO; CO? =. (C4*H°)°P +. C*H°O, CO%, 


Todide. — (C*H*)*PJ. — On mixing triethylphosphine with iodide of 
ethyl, a violent action ensues after a few moments, the liquid effervescing 
with almost explosive violence and then solidifying in a white crystalline 
mass. If an ethereal solution of triethylphosphine is used, the crystals 
form more slowly. The iodide is very soluble in water, less soluble in 
alcohol, insoluble in ether. The aqueous solution crystallises on addition 
of potash-solution, in which this compound, like the iodides of tetrame- 
thylium and tetrethylium (vii, 320; ix, 66) is but slightly soluble. 
From the alcoholic solution it is deposited, on addition of ether, as a 
crystalline powder. If ether be added to a cold alcoholic solution, as 
long as the precipitate first formed is dissolved by boiling, well-formed 
crystals of the iodide are deposited on cooling. 


Hofmann & Cahours. 
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Tetrethylphosphonium produces crystallisable salts with hydrochloric, 
nitric, and sulphuric acids. AJ] these compounds exhibit the deliquescent 
character of the oxide. Like the latter, they are also soluble in alcohol; 
in ether they are for the most part insoluble. The hydrochloric solution 
forms sparingly soluble precipitates with bichloride of platinum and 
terchloride of gold. 


Chloroplatinate. — The pale orange-yellow precipitate which falls on 
addition of bichloride of platinum to a moderately dilute solution of the 
chloride, dissolves with difficulty, but without decomposition, in boiling 
water; it is insoluble in alcohol and in ether. 
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hydrochlorate of tetrethylphosphonium with terchloride of gold, separates 
from boiling water in brilliant yellow needles. 
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Methyltriethylphosphonium. 
GUE SP sere ( CAES) (CAH E)2R. 


Hormann & Canours. Phil. Trans. 1857, 590. 


Todide. (C*?H*)(04H*)3PI. — Obtained by the action of iodide of 
methyl on triethylphosphine. The action is still more violent than in 
the case of iodide of ethyl (p. 527), and unless ether is added, a portion 
of the product is very apt to be lost. The compound separates in 
crystals, which, when Hee at 100°, contain 48°77 p. ¢. iodine, the formula 
requiring 48°85 p. ¢. 

The solution of the iodide treated with oxide of silver, yields a 
strougly alkaline solution of the hydrated oxide. 


Chloroplatinate. — The alkaline solution saturated with hydrochloric 
acid and mixed with bichloride of platinum, yields a beautiful orange-yellow 
platinum salt, crystallising in well defined cubes truncated by the planes 
of the octohedron. It is insoluble in alcohol and ether, and may be 
recrystallised from boiling water without decomposition. 
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Trimethylethylphosphonium. 
HEP aa ( Care (Glee. 
Hormann & Canours. Phil. Trans. 1857, 595. 
Jodide. (C*H°)3(C*H®)P. — Obtained by the action of iodide of ethyl 
on an ethereal solution of trimethylphosphine (p. 491). Crystallises 


readily from boiling water. It yielded by analysis 53°67 p.c. iodine. 
(Calculation, 54°76 p. c.) 


Ohloroplatinate. — Yellow salt insoluble in alcohol and ether, but 
rather soluble in water, and crystallises from the boiling solution in 
magnificent octohedrons. 
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Trimethylamylphosphonium. 
C%H25Pp — eee dea Eye 


Hormann & Canours. Phil. Trans. 1857, 596. 


Iodide. C’’H*PI. — Deposited slowly from an ethereal mixture of 
iodide of amyl and trimethylphosphine. Extremely soluble in water, 
so that if the ethereal solution of iodide of amyl contains only a trace 
of water, the salt separates in the form of a syrup which only gra- 
dually solidifies. From absolute alcohol it crystallises, though with 
difficulty, in needles. It gave by analysis 46:22 p.c. iodine, the formula 
requiring 46°35 p. c. 


Chloroplatinate. — The oxide liberated from the iodide by means of 
oxide of silver, yields, with hydrochloric acid and bichloride of platinum, 
a very soluble platinum-salt, which crystallises from boiling water in 
splendid needles aggregated in spherules. 
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Triethylamylphosphonium. 
C2H*p — (CABO ORs 


Hormann & Canours. Phil. Trans. 1857, 591. 


Iodide. C?H*PI. — Iodide of amyl acts but slowly on triethylphos- 
phine. An ethereal mixture of the two substances deposits in a few 
days beautiful erystals, which may be purified by solution in alcohol and 
precipitation by ether. They contain 40°45 p. c. iodine (by calculation 
40°20 p.¢.). 


Hydrated oxide. — Obtained by treating the iodide with oxide of 
silver. Resembles the oxide of tetrethylphosphonium. When heated, 
it gives off a small quantity of inflammable gas, probably hydride of 
ethyl, a liquid being also formed which boils at about 280°, and appears 
to be the binoxide of biethylamylphosphine: 


(C4H5)3(C’H")PO,HO = (C4H*)2(CH4)02 + CHS, H. 


Chloroplatinate. — The solution of the hydrated oxide in hydrochloric 
acid deposits, on addition of bichloride of platinum, a beautiful platinum- 
salt, which crystallises in prisms with flat terminal planes. It is inso- 
luble in alcohol and ether but rather soluble in water. 

Vor. X11: 2M 
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Cadmium-ethyl. 
J. A. Wanktyn. Chem. Soc. Qu. J. 9,198. 


Obtained by the action of cadmium on iodide of ethyl. Thin cad- 
mium foil was enclosed, together with half its weight of iodide of ethyl 
dissolved in an equal volume of ether, in a sealed tube, and heated, as in 
Frankland’s preparation of zinc-ethyl (x, 530), at first to 180° for an 
hour and afterwards to 100° for 30 or 40 hours. On opening the vessel, 
a large quantity of gas escaped, and when the contents of the tube were 
distilled in an atmosphere of carbonic acid, ether and excess of iodide of 
ethyl passed over at first, and between 180° and 220°, a colourless liquid, 
which gave off white and afterwards brown vapours on exposure to the 
air, and at length took fire, emitting a brown smoke. It had an odour 
like that of zincethyl, and was decomposed by water, with effervescence 
and formation of a white precipitate. It contained 368 p.c. of 
cadmium, whereas the formula C*H°’Cd requires 66 per cent. This 
would show that the distillate contained about 56 per cent of cadmium- 
ethyl, the remainder consisting of ether, iodide of ethyl, and perhaps 
certain hydrocarbons. 

In another experiment, in which cadmium was heated with iodide of 
ethyl and ether to 125°, for two or three days, the portion which distilled 
above 170° yielded on rectification between 95° and 165° (no constant 
boiling point was observed), a liquid which fumed but slightly in the 
air and did not take fire spontaneously; the residue contained metallic 
cadmium. 

When cadmium, iodide of ethyl and ether were heated together for a 
considerable time to 100° in a sealed tube, the action began after several 
hours only, a crystalline powder then separating ; when the tube was 
opened, the contents did not fume, the crystalline powder became hot on 
exposure to the air, and effervesced with water. It appears probable 
that, in the action of cadmium on iodide of ethyl, a compound of 
cadmium-ethyl and iodide of cadmium is formed, and that the greater 
part of the cadmium-ethy] is decomposed at the temperature required to 
liberate it from this compound, a small portion only being carried over 
undecomposed, together with the hydrocarbons resulting from the decom- 
position. (Wanklyn.) 

Sonnenschein (J. pr. Chem. 67, 169,) by heating an alloy of cadmium 
and sodium with iodide of ethyl in a sealed tube, obtained a white 
crystalline mass, which was insoluble in water, soluble in iodide of ethy], 
and had an extremely penetrating unpleasant odour, like that of musk.— 


The action of. cadmium on iodide of ethyl was tried by Schiller in 1853, (Ann. Pharm. 
87, 34,) but without any definite result, ) 
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Iodide of Acetyl, ©*H*0O*,I. 


A. Canours. Compt. rend. 44, 1252; Ann. Pharm. 104, 109. 
F. Guturiz. Ann. Pharm. 108, 335. 


Iodide of Othyl. 


formation By the action of iodide of phosphorus on anhydrous 
acetic acid (Guthrie), or anhydrous acetate of potash. (Cahours.) 


Preparation. 1. Anhydrous acetic acid (1 At.) is poured upon more 
than 1 At. of dry phosphorus in a long-necked flask, and rather more 
than 1 At. dry iodine gradually added by small portions. The flask is 
then heated till the action is complete, and the liquid still containing 
free iodine, is poured into a retort containing a few pieces of dry phos- 
phorus, and having its neck turned upwards and connected with a con- 
densing apparatus. After the liquid bas been boiled in this manner for 
some minutes, the neck of the retort is turned downwards and the liquid 
distilled off. The boiling point remains almost constant at 108°, but 
towards the end, when there is but little liquid remaining, it rises to 
120°. The distillate is well shaken with mercury till it becomes trans- 
parent, then quickly poured off and rectified, the portion which distils at 
108° being collected apart. However carefully the distillation may be conducted, 
part of the iodide of acetyl is decomposed, hydriodic acid escaping, and a solid substance 
containing iodine, probably a substitution-product, remaining. 39 oz. of anhydrous 
acetic acid treated as above with 93 oz. of iodine and about 1 0z. of phosphorus, yielded 
about 5 oz. of iodide of acetyl. (Guthrie.) 


Properties. Transparent colourless liquid. (Cahours.) When first pre- 
pared it has a brownish colour, which, according to Guthrie, is peculiar to it, and cannot 
be removed by agitation with mercury; Cahours however states that the colour is 
completely removed by agitation with mercury. Sp. gr. 1°98 at ae (Guthrie.) 
Boils at 108° (Guthrie); between 104° and 105°. (Cahours.) It fumes 
strongly in the air, has a very pungent odour, and intensely sour caustic 
taste. (Guthrie.) 


Guthrie. 
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The excess of carbon and hydrogen in the analysis arose from admixture of 
anhydrous acetic acid. 


Decompositions. 1. Iodide of acetyl is partially decomposed by distil- 
lation (vid. sup), —2. Water decomposes it instantly and with violence, 
forming hydriodic and acetic acids. (Guthrie, Cahours.) —3. It acts 
violently on alcohol, forming acetate of ethyl. (Cahours.) — 4. It is 
decomposed by zinc aad by sodium at ordinary temperatures, also by 

2M 2 
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mercury in direct sunshine, iodide of mercury being formed and little or 
no permanent gas given off. The products formed by the action of these 
three metals on iodide of etliyl are similar, and consist of one or of a 
number of bodies, which are soluble in ether, and in contact with the air 


quickly absorb oxygen and become hardened. (Guthrie.) 
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Bromacetic Acid. C*H*BrO’, 
W. H. Perxin & B. F. Duppa. Chem. Soc. Qu. J. xi, 22. 


Formation. By the action of bromine on acetic acid: 
C4H404 + 2Br = C4H?BrO* + HBr. 


A small quantity of bibromacetic acid is formed at the same time. 


Preparation. A mixture of glacial acetic acid and bromine in equal 
numbers of atoms (an excess of acetic acid being used to absorb the 
hydrobromic acid and thereby diminish the pressure) is introduced into 
a strong sealed tube, and heated in an oil-bath to 150°, and the bath is 
then left to cool gradually. When the temperature has fallen to about 146°, the 
mixture suddenly becomes nearly colourless or light amber brown, and at the same time 
the tubes are apt to burst, though the temperature of the bath may have risen as hign 
as 155°. The tube when quite cold is opened, torrents of hydrobromic 
acid gas then escaping; the contents are transferred to a retort provided 
with proper apparatus for condensing the hydrobromic acid, and heated 
to 200°; and the retort is left to cool. The whole contents then 
solidify after a while into a beautifully crystalline mass consisting of 
bromacetic and bibromacetic acids, mixed with hydrobromic acid, to 
remove which the mixture is heated to 130°, and carbonic acid gas passed 
through it till the presence of hydrobromic acid is no longer indicated by 
nitrate of silver. Carbonate of lead is then added in excess, together 
with a volume of water about ten times as great as that of the acid; 
and the whole is heated to 100°, and allowed to stand for some hours. 
Bromacetate of lead then crystallises out, while the bibromacetate remains 
in solution; the crystals may be freed from the last portions of this salt 
by washing with a little cold water. Lastly, the crystals of bromacetate 
of lead are suspended in water and decomposed by sulphuretted hydrogen, 
and the filtered liquid is evaporated till it crystallises. 


Properties. Bromacetic acid forms rhombohedral crystals which are 
very deliquescent. Melts below 100°, and boils at 208°. Attacks the 
skin powerfully, raising a blister like a burn; when the acid is dilute, 
this effect takes place after eight or ten hours only. 


Decompositions. 1. The acid strongly heated in a sealed tube, is 
resolved into bibromacetic acid, carbonic oxide, and apparently marsh-gas, 
together with water and hydrobromic acid, probably as represented by 
the equation : 


3C4H3BrO! = C4H?Br?O* + 6CO + C?H* + HBr + 2HO. 
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2. On distilling it with acetate of potash, acetic acid is evolved. — 
3. Heated with metallic zine, it yields acetate and bromide of zinc. — 
4. Heated with ammonia, it forms bromide of ammonium and glycocol: 


C*BrH%04 + 2NH? = NH‘Br + C4NH*O?!, 


Combinations. The acid dissolves very readily in water. 
With most bases it forms crystallisable salts, many of which decom- 
pose rapidly, 


Bromacetate of Ammonia. — Nearly uncrystallisable, very soluble 
in water; decomposes when heated, yielding bromide of ammonium. 


Bromacetate of Potash. — Obtained by neutralising a solution of 
carbonate or hydrate of potash with bromacetic acid, and evaporating 
the solution in a water-bath. It isa crystalline salt very soluble in water 
and alcohol. | 

Bromacetate of Soda is very soluble in water, but insoluble, or nearly 
so in alcohol. 

Bromacetate of Baryta erystallises with difficulty in small stars, con- 
taining water of crystallisation; it is tolerably soluble in alcohol. 

_ Bromacetate of Lime is a very difficult crystallisable salt, very soluble 
In water. 

Bromacetate of Copper is a green crystalline salt, very soluble in 
water. <A solution of it appears to decompose when boiled, as the colour 
becomes paler. The solution, after standing for some days, deposits 
needle-shaped crystals and small malachite-green tufts of great beauty, 
which appear to contain a large quantity of water of crystallisation. 


Bromacetate of Lead. — Obtained, either by neutralising bromacetie 
acid with oxide of lead and recrystallising the product from water, or by 
adding a solution of bromacetic acid to a solution of acetate of lead, 
washing the resulting crystalline precipitate with cold water, and 
recrystallising from water. Crystallises in needles sparingly soluble in 
cold, but moderately soluble in hot water. 


At 100°. Perkin & Duppa. 
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Bromacetate of Silver. — C*BrH*AgO*. — Obtained by treating brom- 
acetic acid with carbonate of silver, or by adding a solution of broma- 
cetic acid to a solution of nitrate of silver. In the latter case, it is 
thrown down as a beautiful crystalline precipitate, which may be washed 
with cold water, and dried over sulphuric acid in vacuo. Contains 
43°62 p.c. silver (by calculation, 43:9). 

It is very unstable. The dry salt heated to about 90°, decomposes 
with asort of an explosion. It is rapidly acted upon by light when moist. 
Boiled with water, it yields bromide of silver and glycolic acid : 


C*BrH2AgO! + 2HO = AgBr + CH‘05, 
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Bromacetate of Methyl. — C°H'BrO* = C?H'0,CtH?BrO*. — Obtained 
by heating a mixture of methylic alcohol and bromacetic acid in a sealed 
tube for an hour, to a temperature of 100°, washing the product with 
water, drying over chloride of calcium, and rectifying. 

Transparent, colourless, mobile liquid, having an aromatic odour 
highly irritating both to the nose and the eyes. It is heavier than water ; 
boils at about 144°, decomposing gradually every time it is distilled. 
Ammonia acts on it very readily. 


Bromacetate of Ethyl. — C®H'BrO* = C*H50O,C*H?BrO*. — Obtained 
in a similar manner to the preceding. It is a clear colourless liquid, 
heavier than water, and highly irritating to the eyes and nose. It boils 
at 159°. 


Perkin & Duppa. 
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Decomposes partially every time it is distilled, with evolution of 
hydrobromic acid, It is rapidly acted on by ammonia. 


Bromacetate of Amyl.— C4H*BrO* = C”H"0,04H?BrO*.— Obtained 
by heating amylic alcohol with excess of bromacetic acid, washing the 
product with water, and drying over chloride of calcium. It is an oily 
liquid which has a pleasant odour when cold, but if heated, acts upon the 
eyes and nose like the preceding. It boils at 207°, and decomposes 


partially every time it is distilled. Ammonia acts but slowly upon it in 
the cold. 


Perkin & Duppa. 
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The bromacetates of methyl, ethyl, and amyl boil at temperatures 
about 82° to 86°, higher than the acetates. Thus — 


Boiling Boiling Dif, 
. point. point. 
Bromacetate of Methyl........ 144° Acetate of Methy} ........ 58° 86~ 
i Ethyl ....... 159° Ath Ghaiyl ees 74°85 
* Artiyl since 207° 5 Amyl inca. 125° 32° 


A similar difference exists between the boiling points of bromacetic 
acid (208°), and acetic acid (120°), 
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Bibromacetic Acid. C*H*B,’0*. 
PERKIN & Duppa. Chem. Soc. Qu. J. xi, 28. 


This acid is formed when a mixture of bromine and acetic acid is 
heated in presence of light; also in small quantities when bromacetic 
acid is heated. It is difficult to obtain in large quantities. 

Bibromacetic acid is a very heavy liquid, boiling at about 240°; it 
is decomposed partially every time it is distilled, evolving hydrobromic 
acid. It does not solidify at 15°. It is possible that by the continued 
action of heat it might be transformed into terbromacetic acid. Its 
specific gravity 1s very great. 

Bromacetic acid forms salts with most bases, which are in general 
uncrystallisable. 

Bibromacetate of Baryta is deliquescent, drying up to a gum-like 
sticky mass. 

Libromacetate of Lead is uncrystallisable, drying up to a highly 
refractive transparent substance, which attracts moisture and becomes 
opaque. It is very soluble in water. 

Bibromacetate of Silver is obtained as a erystalline precipitate by 
adding nitrate of silver to a solution of bibromacetic acid. By boiling 
with water it is resolved into bromide of silver and a soluble acid. 


Perkin & Duppa. 
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Bibromacetate of Ethyl is obtained by heating alcohol with bibrom- 
acetic acid to 100° in a sealed tube, washing the product with water, 
and drying over sulphate of copper. 
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Action of Chlorine on Aldehyde. 
A. Wurtz. N. Ann. Chim. Phys. 49, 58. 


Perfectly dry aldehyde introduced into a large vessel filled with dry 
chlorine, is immediately attacked and begins to boil, and in a few hours 
the colour of the chlorine disappears entirely. The product begins to 
boil at 50°, and the boiling point ultimately reaches 200°. The more 
volatile portion consists chiefly of chloride of acetyl C*H*O°Cl, and is 
decomposed by water into hydrochloric and acetic acids, 
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Monochlorometaldehyde, C°H*C10*. — On collecting apart the liquid 
which passes over at 120°, and washing it repeatedly with water, a dense 
oil is obtained, which when dehydrated by chloride of calcium, distils 
between 120° and 130°, and appears to consist of a double molecule of 
aldehyde, in which 1 At. H. is replaced by chlorine. 


Wurtz 
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Chloral is not found among the products of the reaction, 


Monochlorinated Chloride of Acetyl, C*H®CPO?. 
Wortz. NV. Ann. Chim. Phys. 49, 60. 


When chloride of acetyl is introduced into large flasks filled with dry 
chlorine, the colour of the gas disappears rapidly in sunshine, and after 
24 hours in diffused daylight. On opening the vessel, acid vapours are 
given off in considerable quantity and with great force, indicating the 
formation of gaseous or very volatile products. The resulting lquid 
begins to boil at 55°, the boiling point ultimately rising to 200°; and 
by repeated fractional distillation, monochlorinated chloride of acetyl is 
obtained, boiling between 100° and 105°. 

Colourless liquid, having an irritating odour, and diffusing a small 
quantity of white acid vapours in the air. Sp. gr. 1495 at 0°. Boils at 
about 105°. 


Wurtz. 
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The compound is decomposed by water, yielding hydrochloric and 
monochloracetic acids: 


C#H?CPO? + 2HO = HCl + C#HEFClO?t. 


It absorbs dry ammonia with avidity, yielding sal-ammoniac and mono- 
chloracetamide. Alcohol converts it, with evolution of heat, into hydro- 
chloric acid and monochloracetate of ethyl. 
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Monochloracetic Acid. 
R. Horrmann. Ann. Pharm. 102, 1. 


Dumas observed that in the preparation of terchloracetic acid by the action of 
chlorine on acetic acid in sunshine, a lower substitution product is always obtained, 
especially if the acetic acid is in excess, in the form of an uncrystallisable acid, which 
however he did not succeed in preparing in the separate state. F. Leblanc afterwards 
obtained this acid, the monochloracetic acid, in the form of a colourless liquid, by 
passing chlorine through glacial acetic acid in the shade; his product however was 
not quite pure. More recently Hoffmann has shown that the chief product of the 
action of chlorine on acetic acid in sunshine, is not terchloracetic but monochloracetic 
acid, and that this acid when pure is solid and crystalline at ordinary temperatures. 


Preparation. 1. A tubulated retort of about 1 litre capacity and 
containing from half a pound to a pound of glacial acetic acid, is placed 
in a bath containing a saturated solution of nitrate of soda (boiling at 
120°), and dry chlorine gas is passed into the retort by a tube passing 
through the tubulure and terminating just above the liquid, so that the 
gas may mix immediately with the vapour of the acid. The neck of the 
retort, having a wide glass tube attached to it, is directed upwards, so that 
any acetic acid which evaporates undecomposed may be condensed and 
flow back again, while the hydrochloric acid and excess of chlorine 
escape. The whole apparatus is placed in the sunshine, and the evolu- 
tion of chlorine is so regulated that the upper part of the retort always 
appears coloured by it. The stronger the light, the more rapid is the 
absorption of chlorine; but the action takes place, though slowly, even 
under a clouded sky. A very slow substitution of chlorine for hydrogen likewise 
takes place in the dark and at ordinary temperatures. Asthe formation of chloracetic 
acid goes on, the action slackens, so that it is best, after about 15 hours’ 
exposure to sunshine, or twice as long to diffused daylight, to expel the 
excess of chlorine from the apparatus by a stream of dry air, and rectify 
the product in a smaller retort. The portion which distils below 180°, 
consists almost wholly of unaltered acetic acid, and may be used in a 
subsequent preparation. That which passes over between 130° and 190°, 
is easily separated by repeated rectification into acetic acid and a thick 
liquid which boils between 185° and 187° and either solidifies immediately 
into a mass of white needle-shaped crystals, or yields after some time, 
large, isolated, transparent, colourless, rhombic tables, while the greater 
portion remains liquid, but if shaken up or stirred with a glass rod, 
solidifies suddenly and with considerable rise of temperature, the crystals 
previously formed becoming opaque and white like porcelain. The 
crystalline mass, which melts between 45° and 47’, consists of nearly pure 
monochloracetic acid, mixed however with a certain quantity of liquid, 
which may be removed by decantation and rapid pressure, and used, 
together with the portion of the original liquid which distilled below 130°, 
in a subsequent preparation. The expressed crystals are placed on 
bibulous paper and completely dried in vacuo over oil of vitriol and a 
few lumps of hydrate of potash, and then redistilled, the first and last 
portions of the distillate being rejected. As they are very deliquescent, 
they should be kept as much as possible from the air. (Hoffmann.) 
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In the first distillation, and in the subsequent rectifications, there is obtained a 
small quantity of a liquid which boils above 190°, and appears to contain an acetic acid 
with more than 1 At. hydrogen replaced by chlorine. It yielded in different experi- 
ments, from 48 to 50 per cent. of chlorine, which does not agree with the formula 
either of bichloracetic (requiring 55°04) or of terchloracetic acid (requiring 65°13 p.c. 
of chlorine). In one experiment, this liquid, on being saturated with baryta, yielded, 
besides monochloracetate of baryta, a small quantity of small opaque warty crystals, 
the composition of which seemed to show that they contained a higher chlorinated acid ; 
but in no instance, even when the purest crystallised acetic acid was used and the ab- 
sorption took place in the brightest sunshine, was any definite bichloracetic or 
terchloracetic obtained, the chief product being invariably monochloracetic acid. 
Neither was any oxalic acid formed, as stated by Dumas (ix, 209). (Hoffmann. ) 

2. Monochloracetic acid is also obtained in a state of purity by the 
action of water on monochlorinated chloride of acetyl. On distilling 
the liquid, the thermometer rises from 100° to 180°, and the liquid 
which passes over at that temperature solidifies in a crystalline mass on 


cooling. (Wurtz, p. 536). 


Properties. Crystallises from fusion in rhombic tables, having acute 
angles of 77° or 78°; from solution in acetic acid—e. g., from the liquids 
obtained in the first distillation between 180° and 186° and between 
186° and 190°, — in crystals having a prismatic character, and very much 
resembling those of terchloracetic acid. Melting point 62°. When the 
melted acid was left to cool, the thermometer at the commencement of crystallisation 
generally marked 60°, then rose rapidly to 63° or 64°, and ultimately sank to 62°, at 
which point it remained constant. It contracts strongly in solidifying, and 
generally gives off numerous air-bubbles. The specific gravity of the 
melted acid at 73°, is 1:366 as compared with water at 19°, and 1°3947 
compared with water at 73°. Boiling point from 185° to 187°8°. It 
distils undecomposed, and when pure solidifies in the neck of the retort; 
but if mixed with acetic acid, remains liquid below its ordinary 
point of solidification. When kept for some time at a temperature near 
its melting point, it sublimes in long spicular crystals. It is nearly 
inodorous at ordinary temperatures, but its vapour has a pungent suffo- 
cating odour. It has a strong acid taste, attacks the cuticle, and raises 
blisters if kept on it for some time. 


Hoffmann. 
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Decompositions. 1. The asid is decomposed by pentachloride of 
phosphorus, with formation of chlorophosphoric acid and monochlorinated 
chloride of acetyl; but the two chlorides cannot be separated by distillation, 
as they both boil at about 110°. When the product was repeatedly 
distilled with small portions of acid monochloracetate of potash, the 
residues of the last distillations yielded at high temperatures a large 
proportion of monochloracetic acid, the last portions of which boiled as 
high as 200°, and had a more penetrating odour, probably arising from 
the presence of a small quantity of the anhydrous acid. — 2. The acid 
heated with potash-ley, ammonia, baryta-water, or lime-water, imme- 
diately yields a chloride of the alkali-metal without any carbonic, formic, 
oxalic, or acetic acid. In this respect, it differs remarkably from 
acetic and from terchloracetic acid (vill, 295; ix, 211); after boiling for 
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some time the whole of the monochloracetate is decomposed. A _ similar 
but less complete decomposition takes place when a neutral solution of a 
monochloracetate, or even the free acid, is boiled for a considerable time. 
The crystallised potash-salt also is decomposed in like manner at 110°, 
becoming dull and yellowish, and acquiring an acid reaction; cold water 
then extracts from it chloride of potassium, and leaves a white powder, 
which has an acid reaction, dissolves in hot water, and separates on 
cooling. Possibly the reaction may consist in the formation of a metallic 
chloride and the assumption of the elements of water by the organic 
residue, the result of which will be the formation of a compound having 
the composition of glycolic acid: 


C'H?CIMOt + 2HO = C*H*06 + MCI. 


3. Monochloracetic acid is reduced by potassium or sodium-amalgam, to 
acetic acid, in the same manner as terchloracetic acid (ix, 211); the 
decomposition is however incomplete, and is attended with evolution of 
hydrogen. (Hoffmann.) 


Combinations. The acid deliquesces in the air, and dissolves very 
easily in water, producing considerable fall of temperature. 

The Monochloracetates, C*Cl?MO*, are obtained by digesting the oxides 
or carbonates in the aqueous acid: they are for the most part easily 
soluble and crystallisable. 

Monochloracetate of Ammonia decomposes by evaporation like the 
potash-salt. It is more soluble than that salt, and solidifies only from a 
perfectly viscid solution, in the form of a crystalline cake, which quickly 
deliquesces on exposure to the air. The salt was not obtained free from sal- 
ammonlac, 


Monochloracetate of Potash.—a. Neutral, C*ClH?KO* + 3Aq. — 
Obtained by saturating the acid with carbonate of potash and evaporating 
to a syrup in vacuo over oil of vitriol. It then separates in thin colour- 
less lamine, which may be obtained pure by draining on bibulous paper. 
It is not deliquescent, and does not give up its water of crystallisation 
at 100°, but is decomposed at a higher temperature, yielding chloride of 
potassium (p. 538), also when its solution is evaporated at a gentle heat. 
It is very soluble in water. After drying in vacuo, it yielded 24°63 p.c. 
potassium (by calculation, 24°55). 

6. Acid. CClH?KO4,C*C1H204%. — When a solution of the neutral 
salt is mixed with as much acid as it already contains, the whole solidifies 
to a thick pulp of small white pearly crystals, which may be purified by 
draining on bibulous paper or by drying over oil of vitriol. Sparingly 
soluble in water. Contains 17°23 p.c. potassium (by calculation, 17:25). 


Monochloracetate of Baryta, C'C1H*BaO* + 2Aq.— May be obtained, 
even with very small quantities of material, in distinct prismatic crystals, 
apparently belonging to the rhombic system, and containing 39°99 p.c. 
barium (by calculation 40°06). Decomposes but little during evapora- 
tion, and separates out almost completely on cooling from a hot saturated 
solution. (Hoffmann. ) 


Monochloracetate of Silver. —A hot solution of the acid saturated 
with oxide of silver, yields the salt on cooling in splendid rhomboidal, 
iridescent laminz. (Wurtz.)— Anhydrous. Dissolves sparingly in cold, 
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more readily in hot water, and is easily obtained by cooling in small 
nacreous scales which blacken on exposure to light and yield chloride of 
silver. Between 110° and 120° it decomposes with a kind of explosion, 
emitting the same odour as tbe acid when it evaporates, and leaving 
chloride of silver mixed with a very small quantity of metallic silver. 


(Hoffmann.) 


Wurtz. Hofmann. 
Ase Aen tots. 24:0 1 20 11°91 
De ae 2°0 0:9 9 aereeo: 1:07 
Chee oie BO ee eal 0 Lae 17°48 
AD ees 10830) 5500. ee Bs 41557” 2°0S 
AO ose 32:0 15.5907. 16:13 
CICLH Ar Ot 201-0 2 10000. 100:00 


Monochloracetate of Ethyl. 
C®C1H70* = C4H5O,6*0] H?08, 


EK. Wittm. JV. Ann. Chim. Phys. 49, 97. 


Obtained by the action of alcohol on monochlorinated chloride of 
acetyl: 


CHO C*Cl 4? = (eCln/O* + HUI. 


The action, which is very violent, must be moderated by cooling the 
vessel externally, and, as soonas it is finished, the product may be washed 
with water, dehydrated by chloride of calcium and rectified. 

Colourless liquid, having an ethereal odour aud burning taste, heavier 
than water and insoluble in that liquid. Boils at 143°5° when the 
barometer stands at 758° mm. Vapour-density 4°46. 
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The ether burns with a bright flame, green at the edges. It is decom- 
posed by potash, into alcohol and monochloracetic acid, which then suffers 
further decomposition, yielding chloride of potassium and acetate of 
potash. 

It is insoluble in water. 
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Monochloracetamide, 
G*HICIN OF =, C*CIA dH2,07 — N.H?,C!C1H20?. 


EK. Witutm. WV. Ann. Chim. Phys. 49, 99. 


Obtained: 1. By the action of ammonia on monochloracetate of 
ethyl : 


C8H/ClO* + NH? = CtHtCINO? + CHO? 


2. By bringing perfectly dry ammoniacal gas in contact with monochlo- 
rinated chloride of acetyl: 


C*H?CPO? + 2NH? = CtH!CINO? + NH‘Cl. 


The product is a white amorphous mass, from which absolute alcohol 
extracts the monochloracetamide and leaves sal-ammoniac. On evaporat- 
ing the alcoholic solution, the amide is obtained in large shining lamine. 
It dissolves in 19 parts of water at 24°, and in 103 pts. of alcohol at the 
same temperature, but is very sparingly soluble in ether. From the 


aqueous solution it crystallises by evaporation in small mammellated 
masses, 
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It is decomposed by potash, with evolution of ammonia, and forma- 
tion of chloride of potassium and acetate of potash. 


Page 247. 


Acetosylamine. 
GH Ne = @* He TN: 


J. Natanson. Ann. Pharm. 98, 291. 
Acetylamine. 


Produced by the distillation of hydrated oxide of acetosylium (or ace- 
tylium, x, 538) : 


rE - NOJHO — C'H?,H2N + 2H0. 


Preparation. The yellow liquid obtained by the action of ammonia 
on chloride of ethylene is evaporated till the sal-ammoniae crystallises 
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out; the mother-liquor separated from the crystals is mixed with excess 
of hydrate of baryta and evaporated 1o dryness; the dry residue is 
exhausted with absolute alcohol; the alcohol distilled off from the extract 
and afterwards the water; and the residue is heated to between 150° and 
200°. Acetosylamine then passes over in yellowish oily drops, which may 
be purified by rectification, the portion which distils between 210° and 
220° being collected apart. 


Properties. Liquid having a faint yellow colour (probably colourless 
when quite pure). Sp. gr. 0975 at 15°. Does net solidify at — 15°. 
Has an ammoniacal and very persistent odour, resembling that of 
aldehyde-ammonia at ordinary temperatures and that of aniline at the 
boiling heat. Its taste is caustic. The aqueous solution blues red litmus 
strongly; the dry base does not. Boils at 218°. Vapour-density 1°522. 
The vapour burns with a whitish blue flame. 


Natanson. Vol. Density. 
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Ammonia in which 1 At. H is replaced by acetosyl C*H?. 


Acetosylamine is not decomposed by sodium. When heated with 
iodide of ethyl, it yields apparently the hydriodate of ethylacetosylamine. 
(C4H*)(C‘H®)HN. The product decomposed by potash yields a brown 
oil possessing basic properties. 


Combinations. Acetosylamine mixes in all proportions with water. 

It combines with acids, forming salts which exhibit all the characters 
of the salts of acetosylium. It absorbs water and carbonic acid when 
exposed to the air. A glass rod moistened with it, fumes when held 
over hydrochloric acid. The salts of acetosylamine when decomposed by 
potash, do not give off the characteristic odour of the base, because it is 
then converted into the inodorous oxide of acetosylium; the aqueous solu- 
tion however, retains the odour for a long time. Heated with chloride 
of lime, or with chromate of potash and sulphuric acid, they give off a 
cousiderable quantity of aldehyde. 

Acetosylamine forms precipitates with most metallic solutions. 

The Platinum-salt, C*H°NC1,PtCi?, is an orange-yellow amorphous 
powder sparingly soluble in cold, easily in hot water. It gave by 
analysis 39°29, 39°34 and 89°86 p. c. platinum, (compare x, 540). 

Acetosylamine mixes in all proportions with alcohol, but is insoluble 
in ether. 


Preparation of Acetamide and Acetonitrile.— Acetamide is readily 
obtained by heating a mixture of equal volumes of acetate of ethyl and 
strong aqueous ammonia to a temperature between 120° and 130° 
in a closed vessel for six hours. On subsequently distilling the product, 
that which passes over above 260° is pure acetamide. (Buckton & 
Hofmann, Chem. Soc. Yr. J. 9, 242). | 
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When acetamide is mixed with about an equal volume of anhydrous 
phosphoric acid, a violent action takes place, and acetonitrile passes over, 
contaminated however with hydrocyanie and acetic acids. The distillate 
is washed with potash, and the acetonitrile is decanted and rectified over 
anhydrous phosphoric acid. Thus prepared it has an ethereal odour, 
somewhat like that of cyanogen, and a rather pungent, aromatic taste; 
it boils at 77° or 78°, and burns with a bright flame reddish at the 
edges. (Buckton & Hofmann.) 


Preparation of Acetamide from Acetate of Ammonia.— It is generally 
supposed that the ammonia-salts of monobasic acids do not yield amides 
by dehydration. Kiindig has however shown (Ann. Pharm. 105, 277) 
that when acetate of ammonia is distilled, a portion of it is converted 
into acetamide. At the beginning of the distillation, a large quantity 
of ammonia is given off; afterwards at 160°, at which point the thermo- 
meter remains constant for a long time, an acid distillate, probably con- 
sisting of acid acetate of ammonia; above 160° a distillate containing 
acetamide, which at a temperature a little higher, crystallises in 
the condensing tube; and above 190° nearly pure acetamide. The 
quantity of that substance is not increased by addition of alcohol. 
The largest product is obtained by passing dry ammoniacal gas for some 
hours through glacial acetic acid, which is at first kept cool in an appa- 
ratus provided with a condensing tube directed upwards, but afterwards 
heated to commencing ebullition. By subsequent distillation, a quantity 
of acetamide was obtained equal to + that of the glacial acetic acid 
used, 

In the distillations above described, the thermometer was never 
observed to rise above 218°; neither, according to Kundig does it ever 
rise above that point, in the preparation of acetamide by the action of 
ammonia on acetic ether, whereas Buckton & Hofmann state that the 
portion which distils above 260° is to be regarded as pure acetamide. 
The boiling point of pure acetamide was found by Kiindig to be 222", 
attention being paid to the corrections pointed out by Kopp (Ann. 
Pharm. 94, 259). 


Compounds of Acetamide. 


Strecker. Ann. Pharm. 103, 321. 


Hydrochlorate. — (C*H°N 0*)?, HCl. — Obtained : 1. By the action of 
chlorophosphoric acid on acetamide. When chlorophosphorie acid is 
added to acetamide fused at a gentle heat, the two liquids mix, pro- 
ducing rise of temperature, and soon solidify into a compact mass, 
without evolution of hydrochloric acid or any other gas. This mass is 
insoluble in anhydrous ether, but absolute alcohol dissolves it, especially 
with the aid of heat; and the solution on cooling, or better on addition 
of ether, deposits colourless crystalline needles of hydrochlorate of 
acetamide. The crystalline mass at first obtained appears to be a compound of 


acetamide with chlorophosphorie acid, which, on addition of alcohol, is resolved into 
phosphoric ether and hydrochloric acid, the latter uniting with the acetamide : 


(2CtHsNO? + PCLO? + 3 cel O%) = (C4H5NO2)HCl + P(C4H*)808 + 2HCI). 
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2. By the action of hydrochloric acid gas on a solution of acetamide in 
ether-alcohol, the liquid being cooled from without and the gas directed 
on its surface. The greater part of the liquid then solidifies in a crys- 
talline mass, which is washed with anhydrous ether and dissolved in 
warm alcohol ; the solution on cooling, or more quickly on addition 
of ether, yields the hydrochlorate in the crystalline form. This mode of 
preparation is preferable to the former. 


Properties. Long spear-shaped crystals, which dissolve readily in 


water and alcohol, but are insoluble in ether. They have a very sour 
taste and an acid reaction. 


Strecker. 
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The alcoholic solution of the crystals does not form any precipitate 
with bichloride of platinum, but after standing for some time in the 
cold, and quickly when heated, it deposits chloroplatinate of ammonium, 
giving off at the same time an odour of acetic ether. 

Perfectly dry hydrochlorate of acetamide heated in a sealed tube, 
melts at first without decomposition, but between 180° and 200°, it 
suffers complete decomposition, being converted into a pasty mixture of 
solid and liquid matter, which, when distilled in the oil-bath, yielded 
first. a strongly acid liquid (a), and afterwards a liquid which solidified 
in colourless crystals (4) in the receiver, while a slightly brown residue 
(c) remained in the retort. The same products are obtained when 
acetamide is heated in a stream of dry hydrochloric gas. —a. The first 
distillate when rectified begins to boil at 60°, at which temperature 
chloride of acetyl and apparently also acetonitrile pass over, the boiling 
point afterwards rising to 120°, and concentrated acetic acid passing 
over. — b. The crystalline distillate dissolves partly in ether, the undis- 
solved portion consisting of unaltered hydrochlorate of acetamide, and the — 
ethereal solution yielding on evaporation over sulphurie acid, crystalline 
granules of a compound of acetamide and biacetamide, C!H'*N?O® = 
C*H®NO? + C8H'NO*. — The non-volatile residue in the retort is par- 
tially soluble in alcohol, the undissolved portion consisting of  sal- 
ammoniac, and the alcoholic solution depositing by spontaneous evapora- 
tion crystals of hydrochlorate of acediamine C*H®N?, HCl. 

The decompositiou of hydrochlorate of acetamide by heat, or of aceta- 
mide under the influence of heat and dry hydrochloric acid, may be repre- 
sented by the following equations : 


2CHP NO? 4+ -HCh= oC ON Of (e+ NHAC 


iain? aie 
biacetamide. 


I 


2C tH NG? "HC! =" CPN AC HO 


ee 


—— 
hydrochlorate acetic acid. 
of acediamine, 
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C*H5NO? + 2HCl = C*H%0°Cl + NH‘Cl. 


—— 
chloride of 
acetyl. 


CHPeNO* = C*HN 4 2HO: 


wR 
acetonitrile. 


Nitrate of Acetamide. —- C‘H'NO?,HNO*. — When acetamide is dis- 
solved in cold strong nitric acid, and the solution is left exposed to the 
air in shallow vessels, colourless crystals separate, which have a very 
sour taste and reaction, even after being dried between bibulous paper. 
They melt at a moderate heat, and detonate when more strongly heated 
in a test-tube, leaving scarcely any residue. They gave by analysis 
45°2 p.c. nitric acid, the formula requiring 44:2. The excess arose 
from adhering nitric acid. 

Acetamidate of Mercury, Ct'HtHgNO*. — Yellow mercuric oxide 
added to a solution of acetamide disappears very quickly at first; but 
for complete saturation, it is necessary, towards the end of the process, 
to heat the liquid with excess of mercuric oxide. The filtered solution 
evaporated in vacuo leaves colourless crystalline crusts, easily soluble in 
water, sparingly in alcohol. The crystals, after drying in the air, did 
not lose so much as1 p.c.at 100°. They gave by analysis 62°8 p. ¢. 
mercury (calculation 63:3). 

The aqueous solution of the crystals does not form any precipitate 
with potash at ordinary temperatures, but deposits white flakes on boil- 
ing. Ammonia, on the other hand, immediately produces a yellowish 
turbidity, which increases considerably on boiling. Metallic zinc im- 
mersed in the aqueous solution becomes covered with a grey film of 
mereury, white flakes of oxide of zine floating in the liquid. The liquid 
after a while contains neither mercury nor zinc in solution, but when 
evaporated in yacuo leaves pure acetamide. Cadmium acts in a similar 
manner to zinc. Copper does not precipitate the mercury till the solution 
is acidulated. 


Acetumidate of Silver. — Recently precipitated oxide of silver dis- 
solves readily in aqueous acetamide, and the solution when evaporated 
leayes crystalline scales of acetamidate of silver. (Strecker.) 


Biacetamide. 
C®H™NO! = (CtH°0*),HN. 


Srrecker. Ann. Pharm. 103, 327. 


The ethereal solution of the compound of acetamide and biaceta- 
mide (p. 544) deposits, when hydrochloric acid gas is passed through 
it, spicular crystals of hydrochlorate of acetamide, and the liquid 
filtered therefrom, yields by evaporation over sulphuric acid, needle- 
shaped crystals of biacetamide, easily soluble in water, alcohol aud 
ether. 
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The crystals boiled with acids are resolved into acetic acid and 
ammonia, but not so readily as acetamide. 

The alcoholic solution is not decomposed by bichloride of platinum 
at ordinary temperatures, but after boiling for some time it deposits 
chloroplatinate of ammenium. 


Biacetamide with Acetamide, CSH'NO*,C*H®NO?. — Deposited from 
the ethereal solution (p. 544), by evaporation over sulphuric acid, in hard 
crystalline grains, which are at first contaminated with acetic acid, but 
lose their acid reaction by standing over sulphuric acid or lime in vacuo. 
They fuse readily and volatilise gradually in vacuo at ordinary tempera- 
tures. They dissolve readily in water, alcohol and ether. 
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Acediamine. C*H®N’. 
STRECKER. Ann. Pharm. 108, 828. 


Formation (p. 544), The prismatic crystals of hydrochlorate of 
acediamine which separate from the alcoholic solution of the residue left 
on distilling the product of the decomposition of hydrochlorate of 
acetamide, are freed from adhering sal-ammoniac by solution in a 
mixture of alcohol and ether; and on evaporating this solution in vacuo, 
the pure hydrochlorate of acediamine separates in crystals of the original 
form. 


Sulphate, C*H°N*, HSO* — Obtained by mixing the aqueous solution 
of the hydrochlorate with sulphate of silver, as long as any precipitate 
of chloride of silver is produced, concentrating the filtrate over the 
water-bath, and recrystallising from boiling alcohol. The salt is thereby 
obtained in colourless nacreous lamine, easily soluble in water, sparingly 

- in alcohol, even at the boiling heat, and neutral to vegetable colours. It 
gaye by analysis 37'3 p.c. sulphuric acid (by calculation, 37:2). 


Chloroplatinate. — The aqueous solution of the hydrochlorate is not 
precipitated by chloride of platinum; but the liquid when evaporated 
yields rather large hard yellowish red prisms of the platinum-salt, which 
are easily freed from adhering chloroplatinate of ammonium by solution 
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in alcohol. The crystals, after being dried in the air, do not give off any | 
thing at 100°. They dissolve readily in water, less in alcohol, and not 
at all in a mixture of alcohol and ether. 


Strecker. 
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Acediamine may be regarded as ammonia in which 1 At. H. is replaced 


by the monatomic radical C4H‘N, its rational formule being then 
C*H*N 
B us 3 orasa double molecule of ammonia N?H°, having 8 At. H 


: ] 1 b * . ° . 4 ° ° CH 3) 

replaced by the triatomic radical C*H%, its formula being ne Nz It 

bears the same relation to acetamide that ethylamine bears to alcohol: 
C*H6O? + NH? = C*H7N + 2HO. 

and: 


C7H®NO? + NH? = CtHeN? + 2HO. 


It is very unstable, and cannot be obtained in the free state. When 
the sulphate or hydrochlorate is heated with a stronger base, such as 
potash or baryta, ammonia is given off and acetic acid remains in combi- 
nation with the base : 

C*H®N? + 4HO = C*H404 + 2NH. 


The salts likewise undergo a similar decomposition when boiled with 
acids in excess. Thus the residue obtained by evaporating the hydro- 
chlorate with excess of hydrochloric acid, consists chiefly of sal-ammoniac, 
only asmall quantity of the original salt being extracted by alcohol. 
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Ternitracetonitrile. 
CANA40! == C*XoN. 


L. Scniscuxorr. WV. Ann. Chim. Phys. 49, 823; abstr. Compt. rend. 
45,277; Ann. Pharm. 101, 215. 


Produced by the action of a mixture of nitric and sulphurie acids on 
fulminuric acid (x, 556); 


CON2H308 + 2NOSH = CN‘O” + 2CO? + 2HO + NH’. 
2N 2 
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It is a solid substance, having the appearance of camphor, and a very 
penetrating disagreeable odour. It melts at 41°5°, is very volatile at 
ordinary temperatures, but decomposes with strong detonation at 220°. 


Calculation. 
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Ternitracetonitrile is rapidly decomposed by water, alcohol, sul- 
phuretted hydrogen, ammonia, the fixed alkalis, &&. With water and 
alcohol it yields the ammonium-salt of nitroform, C?X'NH* (p. 493). — 
Sulphuretted hydrogen converts it into binitrammonyl. 


Silver-salt. C(NMH4Ag?O0* = C*X°N(NH?Ag)’0? + 2(NO&NH?*). — 
An ammoniacal solution of ternitracetonitrile mixed with nitrate of 
silver, forms a yellow precipitate, which dissolves readily in hot water, 
and crystallises in yellow needles on cooling. 
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Binitrammonyl. 
CAlN (Olea AZ Ne 


Scuiscukorr. oe. cit. 
ScutscuKkorr & Rosina. Ann. Pharm. 104, 250. 


Dinitrammony!l.—Acetonitrile in which 2 At. H are replaced by NO‘ and the 
third by NH#. 


' ee by the action of sulphuretted hydrogen on ternitraceto- 
nitrile : 


C(NO)3N + 8HS = CNO4(NHN + 4HO ¢ 88. 


Crystallises in beautiful colourless shining needles, very soluble in 
water, less soluble in alcohol, and nearly insoluble in ether. When 
suddenly heated, it takes fire and burns away. At 100° it yolatilises in 
perceptible quantity, emitting an extremely pungent odour. 

It is perfectly neutral to test-paper, but nevertheless exhibits the 
properties of an acid, its hydrogen being partially replaceable by metals. 
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It does not give off ammonia even when boiled with moderately strong 
potash-ley (1 pt. hydrate of potash to 2 pts. water), but the liquid 
solidifies on cooling into a mass, which is probably the potash-salt 


C!X2(NHSK)N, 


Silver-salt, C*X?(NH°Ag)N, — The aqueous solution of binitrammonyl 
boiled with oxide of silver, yields, when filtered and cooled, a beautifully 
crystallised silyer-salt, which explodes very readily and dissolves sparingly 
in cold, but abundantly in hot water. 


Schischkoff & Rosing. 
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Action of strong Sulphuric acid on Binitrammonyl. — Binitrammonyl 
is slowly decomposed by sulphuric acid at ordinary temperatures. On 
heating the mixture over the water-bath, the action is accelerated, 
sulphate of ammonia is formed, and an oily layer collects on the surface; 
and this, when separated from the lower liquid and cooled by a mixture 
of ice and salt, crystallises in large fine prisms, which soon melt when 
removed from the freezing mixture. They explode violently when 
heated, are insoluble in water, and dissolve very sparingly in aqueous 
ammonia, forming a dark yellow solution, which leaves a brown resinous 
substance when evaporated. The composition of the crystals is as 
follows: 


Schischkoff & Rosing. 


UO Ry ee LUE aes met eyiys = oe tr 20 foie ee cor 0G 

[5 ae ee 4 aa) PEER Octet LUO 4 

Sy! ae Re 10 Beg OO U0 © cxsmeses Sass, 100 
Ot OR nn sere 64 32°82 
CIPINFO 3g e5..02: 105 Be age 00-00 


The crystals were difficult to free from the mother-liquor, the solution becoming 
viscid before it crystallised. 

The rational formula of the compound is perhaps Cy*,C4#(NO*)H. 

The sulphuric acid retained in solution, besides sulphate of ammonia, a body 
apparently identical with the preceding; it was separated from the acid liquid by 
agitation with ether, but was not obtained in quantity sufficient for analysis, 


Action of Potash on Binitrammonyl.— When binitrammonyl is boiled 
with a very strong, nearly syrupy solution of potash, a large quantity of 
ammonia is given off, and a salt gradually separates in prismatic crystals, 
which are but sparingly soluble in the caustic potash-ley. An additional 
quantity of this salt separates when the liquid is left to cool after the 
evolution of ammonia has ceased. This salt dissolves very sparingly in 
cold water or alcohol, but very abundantly in those liquids at the boiling 
heat, and is deposited from the solutions on cooling, in shining light 
yellow lamine, somewhat like those of picric acid. ‘The salt is perfectly 
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neutral to test-paper, explodes by heat or by contact with strong sulphuric 
acid, and is decomposed by dilute acids, with evolution of gas. Its 
composition is as follows : 


Schischkoff & Rosing. 
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The rational formula is probably 5C‘X’?HK + 2NO°%K + 2HO. 


Bibromonitracetonitrile. 
C!N°?Br’0! = C!XBr'N, 


Kexuur. Ann. Pharm. 105, 281. 
Dibromnitroacetonitril, Cyanobibromopicrin, Cyandibromopikrin. 


Formation and Preparation. — By the action of bromine on fulminat- 
ing mercury: 


C*XHg?N + 4Br = C*XBr°N + 2HgBr. 


Bromine is added to fulminating mercury immersed in water, and the 
liquid is distilled as soon as the colour of the bromine becomes permanent. 
An oilthen passes over having an odour like that of chloropicrin (xi, 216) 
and coloured in the earlier portions by excess of bromine. The latter 
portions of the distillate are colourless, and solidify in the condensing 
tube or in the receiver in colourless crystals, the formation of which is 
much accelerated by shaking up with cold water. The portions of the 
distillate which remain liquid at first, likewise yield, when shaken up 
with mercury, and redistilled, a colourless oil, which, after standing for 
some time or after slow evaporation, deposits large crystals. — The com- 
pound is likewise obtained by the action of bromine on aqueous fulminu- 
rate of potash; but its formation is then attended with copious evolution 
of carbonic acid. 


Properties. Perfectly insoluble in water, but dissolves readily in 
alcohol and ether, and when recrystallised therefrom by evaporation, 
forms colourless, shining, well developed crystals, having an odour like 
that of chloropicrin or bromopicrin, It is extremely volatile, giving off, 
even at ordinary \temperatures, a vapour which attacks the eyes very 
powerfully. It may be distilled with water, without decomposing. 
Melts at 50° and solidifies in the crystalline form on cooling. Begins to 
boil between 130° and 135°; but decomposes at the same time, turning 
yellow, and giving off gas-bubbles, together with brown vapours which 
contain some of the oxides of nitrogen, and explode when strongly 
heated. When boiled for some time with potash and a ferroso-ferri¢ 
salt, it gives the reaction of cyanogen. 


FULMINIC ACID. BEL 


Kekulé, 
Ce OE eee cern ame 895684 “A. 10.2 Tors 
PE oaks hie Soe ll 47 
2 Bec i 1600 2 A GSS. 2.4) word Lewna. 65:90 
7 SRR tee wre eae 


C4XBrN .... 244 .... 100°00 


The formula is that of fulminating mercury in which the 2H¢ are replaced by 2Br. 


Bibromonitracetonitrile treated with chlorine or bromine, yields an 
oily product which is doubtless chloropicrin or bromopicrin. Also when 
fulminating mercury is treated with excess of bromine, the crystals 
obtained are smaller in quantity in proportion to the oily liquid, than 
when the fulminating mercury is in excess. 


Binwdonitracetonitrile? — When iodine is added to fulminating mer- 
cury suspended in alcohol, and the alcoholic solution evaporated, colour- 
less crystals are formed, which contain iodine and smell like chloropicrin; 
they have not yet been obtained in the pure state. 


Page 295. 


Constitution of Fulminic Acid. 


KEKULE. Ann. Pharm. 101, 200; 105, 279. 
ScuiscuKoFr. Ann. Pharm. 101, 218. 


That the fulminates contain a nitro-compound (NO*, NO*, &c.) is ren- 
dered highly probable, both by their mode of formation, and by their 
explosive properties (ix, 296). This view receives strong confirmation 
from the recent experiments of Kekulé and Schischkoff, which have 
shown: 1. That fulminating mercury, treated with chlorine, or with 
hypochlorite of lime, yields chloropicrin, a compound certainly containing 
NOt (xi, 216); and with bromine, it yields bibromonitracetonitrile 
C‘X Br’N, or bromopicrin C*XBr’, according as the fulminating mercury 
or the bromine is in excess. —2. Fulminuric or isocyanuric acid, 
C°N?H°0%, a compound produced by the action of alkaline chlorides or 
iodides on fulminating mercury (x, 556) also yields chloropicrin when 
treated with hypochlorite of lime, and ternitracetonitrile, C*X*®N, when 
treated with strong nitric acid. Schischkoff has also observed that when 
the same acid is decomposed by zinc in presence of a mineral acid, the 
hydrogen eliminated from the latter is almost wholly absorbed. This 
reaction, together with the explosive character of the fulminurates, also 
points to the existence of an oxide of nitrogen in these compounds; and this 
being the case, the mode of formation of fulminuric acid shows that the 
nitro-compound must also exist in fulminic acid, 

Kekulé assigns to fulminic acid the formula C?(NO*)(C?N)H? or 
C?XCyH? which amounts to supposing (1.) That half the carbon and 
half the nitrogen in fulminic acid are so arranged as to yield cyanogen- 
compounds under the influence of certain reagents. (2.) That the remain- 
ing half of the nitrogen @xists in fulminic acid in the same form as in 
the so-called nitro-compounds. (3.) That the remaining half of the carbon 
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is so disposed as to yield in certain reactions, a body belonging to the 
methyl-series or a product of the decomposition thereof. — This view is 
supported by the following facts : 

Fulminating mercury treated with chlorine gas, yields chloropicrin, 
gaseous chloride of cyanogen, and chloride of mercury, without any 
evolution of carbonic acid, according to the equation : 


C’XCyHg? + 6Cl = CXC + CyCl + 2HgCl. 


When chlorine is passed into water in which fulminating mercury is 
immersed, the gas is rapidly absorbed, the fulminating mercury dissolves, 
and a yellow or sometimes bluish green oil is formed in considerable 
quantity. The liquid decanted from this oil gave off chloride of cyanogen 
when heated, and on further evaporation yielded pure chloride of mer- 
cury. The oil, when purified by washing with potash and with water, 
and subsequent distillation with water, exhibited the properties of chloro- 
picrin; it was however impure and yielded by analysis 69 per cent. of 
chlorine, whereas the formula C*XC}* requires only 64°75. The excess 
is attributed by Kekulé to the admixture of a chloride of carbon pro- 
duced by the action of chlorine in excess on the chloride of cyanogen.— 
A similar reaction of chlorine on fulminating silver was observed by Liebig, but not 
minutely investigated (ix, 306). Fulminating mercury distilled with chloride 
of lime yields pure chloropicrin, boiling between 112° and 116°, and 
giving by analysis 64°93 p. c. chlorine. 

Fulminating mercury treated with sulphuretted hydrogen yields 
sulphocyanide of ammonium and carbonic acid : 


C*(NO*)CyHg? + 4HS = 2HgS + Cy(NH*)82 + 2CO%. 


The liquid produced by this reaction, after being filtered and freed from 
excess of sulphuretted hydrogen by exposure to the air, is perfectly 
neutral, reddens ferric salts, gives off ammonia when treated with fixed 
alkalis, and when evaporated yields deliquescent sulphocyanide of am- 
monium. With nitrate of silver, it yields sulphocyanide of silver con- 
taining 65°84 p. ¢. silver (calculation 65:06). The formation of a sulpho- 
cyanide in this reaction had been previously observed (ix, 302). Gay- 
Lussac & Liebig, by decomposing 2°268 grm. of fulminating silver with 
sulphuretted hydrogen; obtained a sulphur-acid which yielded 1°86 grm. 
of sulphate of baryta. Now, if all the carbon in the silver-salt had 
passed into the form of sulphocyanogen, the quantity of sulphate of 
baryta obtained should have been 3°70 grm.; hence it may be inferred 
that only half the carbon was thus disposed of. — The formation of car- 
bonic acid in this decomposition had not been previously observed; but 
Kekulé finds that when sulphuretted hydrogen is passed through boiling 
water in which fulminating mercury is suspended, the gas which escapes 
contains a considerable quantity of carbonic acid; and when the same 
compound is decomposed by sulphide of barium, a large quantity of 
carbonate of baryta is precipitated. | 

Schischkoff doubles the formula of fulminic acid and regards it as a 
compound of 2 At. cyanic acid with 1 At. nitracetonitrile : 


C8N4H!08 = (C2NHO2)?.NCHHEX. 
In like manner, he regards fulminuric acid C°N*H*O° as C7-NHO?.NC‘H?X, 
and supposes it to be derived from fulminic acid by abstraction of 


1 At. cyanic acid (x, 556). When the yellow, precipitate formed by 
the action of chloride or iodide of potassum on fulminating mercury 
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(x, 542) is treated with iodide of potassium, ammonia is evolved and the 
filtered liquid contains a cyanate, or at all events a carbonate, arising from 
the decomposition of the cyanate if the action has been carried too far. 

Kekulé, on the other hand, maintains that fulminuric acid must have 
a more complex constitution than fulminic acid, because fulminating 
mercury treated with bromine yields bibromonitracetonitrile without 
evolution of carbonic acid, whereas the formation of the same compound 
by the action of bromine on fulminurate of potash is attended with 
evolution of carbonic acid. He represents the formation of fulminuric 
from fulminic acid by the equation : 


2C4N?H70! + 2HO = C®&N°H308 + 2CO? + NH3, 


According to Schishkoff’s formula of fulminic acid, only 1 of the 
nitrogen is in the form of NO*, whereas according to Kekulé’s formula, 
one-half of the nitrogen is in that form. Now, as the nitrogen of nitro- 
compounds is never completely converted into ammonia by burning with 
soda-lime, it follows that if Kekulé’s view be correct, fulminating mer- 
cury burnt with soda-lime should yield only half its nitrogen, that is to 
say 4°9 per cent. in the form of ammonia, whereas, according to Schish- 
koff’s formula, 2 of the nitrogen, or 7°4 per cent., should be thus given off. 
Now Kekulé obtained in two experiments 6°29 and 6:21 p. c. nitrogen, 
a result which is not easily explained on Schischkoff’s view, inasmuch as 
the nitrogen even of nitro-compounds is always partly converted into 
ammonia by combustion with soda-lime, and therefore the error should 
be rather in excess than in defect. 

According to Kekulé’s formula, fulminic acid belongs to the same 
type as marsh-gas, and exhibits a very close analogy with the bodies in 
the following series : 


Marsh gas....... Ce eee ansie ini @HH HH. 

Chloriae or Methyl) 2 ....1es.<c1y- C2 He Cl 

Chloroform ........ccsessesesensseesene CAH CE Cr’. 

INSEE O LOE EN er sunccsscveranresscshesnuots GHX XX: 

CUM GTO PiGi lies wresctoreoeac- teks Cax cr Cre 

Marignac’s Oil (vii, 360) .... C?X X Cl CL 

Ieeeconit tiles caecum iopueler CHH H Cy = CtHEN. 
Terchloracetonitrile............04 © ClCL Ch Cy = CEN. 
Ternitracetonitrile v.00... COX X. Xa Cy = CXEN: 
Bibromonitracetonitrile ........ C2X Br Br Cy = 'C*X Br’N, 
Fulminating Mercury ............ C?X Hg Hg Cy = C*XH¢°N. 
Fulminic acid (Ayp.) wc CX HN He Cyan C28 HAN? 


According to these formule, the compounds to which fulminic acid is 
most intimately related are chloropicrin and acetonitrile; its formula is in 
fact the same as that of mononitracetonitrile. 

The formation of fulminie acid by the action of nitric acid upon 
alcohol may be explained as follows. On the one hand, cyanic acid is 
formed : 


C*H80? + 2NO3 = 2C?°NHO? + 4HO; 


on the other, nitro-acetic acid; and these two compounds by their mutual 
action produce fulminic acid : 


C4HeXO*# + C7NHO? = C*H?XN + 2CO? + 2HO; 
or, according to Schishkoff : 
C‘H3XO + 3C?7NHO? = (C*NHO’)?,.NC{H?X + 2CO? + 4HO. 


554 ADDITIONS TO VOL. IX. 


Kekulé regards the formation of fulminating mercury as analogous to 
that of chloroform. In the one case, alcohol is subjected to the simulta- 
neous action of oxidising and chlorinising agents; in the other, the 
alcohol is likewise oxidised [converted into cyanic acid], while at the 
same time, cyanogen and mercury are present and ready to take the 
place which the chlorine occupies in chloroform, the strong nitric acid 
likewise introducing the group NO*. In fact, fulminating mercury might 
be regarded as nitrated chloroform, in which 2 At. Cl are replaced by 
mercury and one by cyanogen. ‘This view receives some corroboration 
from the fact that the analogous compound, chloropicrin, is produced 
by anene chloride of sodium to a mixture of alcohol and strong nitric 
acid. 


Page 3814, 


Methyl-thialdine. 
CMUHEN Gt a CYUN H(C?H°), 


A. W. Hormann. Chem: Soc. Qu. J. 10, 193. 


When thialdine is dissolved in iodide of methyl mixed with its own 
bulk of ether, a solid erystalline mass is formed after 12 hours, consisting 
of hydriodate of methyl-thialdine, which may be freed from adhering 
thialdine by washing with ether and crystallising from alcohol. The 
mixture must not be heated, as in that case it becomes brown and 
resinous. 


Hofmann. 
ES Ce oe ve ee > ee to. 84 27 5 Sim ointie 26°92 
CGE Bic Redteekeotetrs 16 525 Nteaz 5°44 
TN PE BecoveMexcadined 14 4°59 
LD a ered 64 20°98 
i Res eae Aa ae) 5 te 127 41°65 
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The salt is soluble in water and alcohol, but insoluble in ether, which 
precipitates it in the crystalline state from the alcoholic solution, The 
aqueous solution has an acid reaction, and when mixed with potash in 
the cold, deposits the salt in its original state. These characters resemble 
those of the iodides of the ammonium-bases, such as iodide of tetra- 
methylium. The compound is however somewhat less soluble in water 
than might be expected if it were constituted in that manner, and more- 
over undergoes complete decomposition when boiled with a caustic 
alkali; whereas iodide of tetramethylium may be recrystallised unchanged 
from a strong boiling solution of potash. 

On adding oxide of silver to a solution of the hydriodate or iodide 
of methylthialdine, iodide of silver is formed, and the liquid acquires a 
strong alkaline reaction, perhaps from separation of a fixed base; but a 
further decomposition instantly ensues; sulphide of silver is formed; 
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aldehyde is evolved in considerable quantity; and the liquid is found to 
contain ammonia, oxide of tetramethylium and acetate of silver: 


4CHHUNST + 20AgO + 5SHO=.CSHYNO + 12C4H!02 + 3NH3 + 16AgS + 4Agl, 


SS ae 
oxide of aldehyde. 
tetramethylium, 


The acetic acid is a further product of the oxidation of the aldehyde. 


As thialdine has been stated to be converted into leucine C"H™NO! 
by the action of oxide of silver (ix, 314), it appeared probable that a 
homologous compound, namely, methyl-leucine, would be found among 
the products of the decomposition of methylthialdine by oxide of silver. 
No such compound was however observed. Moreover, Hofmann has shown 
by direct experiment that when thialdine is decomposed by oxide of 
silver, the whole of the nitrogen is eliminated in the form of ammonia, and 
not a trace of leucine or any other nitrogenous organic compound is pro- 
duced. 2°065 grm. of thialdine were desulphurised by oxide of silver; and the 
liquid freed from silver by hydrochloric acid, was mixed with bichloride of platinum ; 
chloroplatinate of ammonium was thus obtained, weighing 2°792; by calculation, suppos- 
ing all the nitrogen to be converted into ammonia, it should have been 2°828. In 
another experiment, 0°317 grm. thialdine yielded 0°430 grm. chloroplatinate of 
ammonia, the quantity required by calculation being 0°436 grm. Hence it appears 
that the original statement of Liebig & Wohler (ix, 313) respecting the 
decomposition of thialdine by oxide (or nitrate) of silver, is correct. 


Iodide of ethyl acts on thialdine in the same manner as iodide of 
methyl, but the crystalline iodide forms more slowly. The formation of 
the corresponding amyl-compound requires several weeks. 


Binitro-ethylic Acid. C*H°N*’0*. 


FRANKLAND. Phil. Trans. 1857, 59; Ann. Pharm. 99, 342; Chem. Soc. 
ORR Be ee Tt 


Dinitroethylic acid. 


Formation and Preparation. If a small quantity of zincethyl, either 
pure or dissolved in ether, be passed up into dry binoxide of nitrogen 
confined over mercury, the binoxide is very slowly but completely 
absorbed in large quantity, without the production of any other gas. 
The solution may be accelerated by agitation, but even then it is exceed- 
ingly slow. At the expiration of from one to four days, rhomboidal 
erystals begin to be deposited, and increase in number until the liquid 
finally solidifies. 

To prepare these crystals in larger quantity, about an ounce of zinc- 
ethyl, dissolved in an equal bulk of dry ether, is placed in a flat- 
bottomed flask and supplied with binoxide of nitrogen from a gas-holder, 
the gas being thoroughly dried by passing through a long series of bulbs 
filled with concentrated sulphuric acid, which also serves to absorb any 
traces of nitrous gas that might be formed by atmospheric oxygen gain- 
ing access to the interior of the apparatus. The gas is conducted into the 
flask by a tube which terminates just below the cork, & provision being 
made for its exit by another tube continued to within a short distance 
of the surface of the liquid, and terminating outside the cork in a capil- 
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lary extremity, which can be readily sealed up by the blowpipe and 
reopened at pleasure. As binoxide of nitrogen prepared from copper 
turnings and nitric acid, always contains a considerable percentage of 
protoxide, it is necessary occasionally to allow a stream of the gas to 
flow through the flask, so as to prevent the absorption being hindered 
or stopped by the accumulation of protoxide of nitrogen: at other times 
the exit tube is hermetically sealed, and the gas supplied only as it is 
absorbed. The absorption is however extremely slow, requiring several 
weeks to complete it, even when the operation is continued day and 
night, and a fortnight, even when the action is accelerated by violent 
agitation for several hours each day. It may however be greatly acce- 
lerated by introducing the zinc-ethyl into a strong copper cylinder 
furnished with a condensing syringe, by which the binoxide of nitrogen 
may be compressed to about 20 atmospheres.* By this condensation, 
aided by agitation of the Jiquid, the process may be completed within 
a day. 

The crystalline compound obtained by this process is a compound of 
binitro-ethylate of zinc with zinc-ethyl, its formation being represented 
by the equation : 


2C!H'Zn + 2NO? = C4H>ZnN?O0},C!H*Zn. 


It is decomposed by water, with evolution of hydride of ethyl and 
formation of basic binitroethylate of zinc, which remains dissolved in the 
water, forming a milky solution: 


C4H>ZnN°O4,C!/H°Zn + HO = C1H5,H + C*H®ZnN?O*,Zn0, 


and on passing carbonic acid through this liquid, carbonate of zinc is 
precipitated, and a solution is obtained which when evaporated to 
dryness yields neutral binitroethylate of zinc in the form of a radiated 
crystalline mass composed of 2C*H®ZnN?O* + Aq.; this when heated 
to 100°, yields the anhydrous salt C*H®ZnN?O*. . 


Binitroethylic acid.—- When dry binitroethylate of zinc is treated 
with concentrated sulphuric acid, and the vessel containing those ingre- 
dients is placed in a freezing mixture, binitroethylic acid is liberated ; 
but it is so unstable, that when the temperature rises a few degrees, 
it begins to effervesce violently, and is rapidly decomposed with 
evolution of gases and white vapours. A dilute solution is somewhat 
more stable; it may be prepared either by decomposing a dilute solution 
of binitroethylate of zinc with dilute sulphuric acid, and then distilling 
in vacuo, or by adding to a dilute solution of the baryta-salt just suft- 
cient sulphuric acid to precipitate the base. Dilute binitroethylic acid 
thus prepared possesses a pungent odour, somewhat resembling that of 
the nitro-fatty acids, and an acid taste. It reddens litmus paper strongly, 
and gradually decomposes, even at ordinary temperatures. 

‘’he hypothetical anhydrous acid C4H°®N*O%, may be regarded as belonging to 
the type of nitric oxide containing a double atom of nitrogen (N?O*) and having 


4y5 
] At. oxygen replaced by ethyl thus : nf © As or as nitrous acid (NO®*) having 1 At. 
C4H5 
oxygen replaced by ethyl and another by nitric oxide: {No 
O 


* For a figure and description of the apparatus, see the original memoir in 
either of the Journals above referred to. 
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The salts of binitroethylic acid are all soluble in water and alcohol, 
and most of them crystallise with more or less difficulty. They are all 
violently acted upon by concentrated nitric acid, the binitroethylic acid 
being entirely decomposed and a nitrate of the constituent base pro- 
duced. Dilute nitric acid acts in the same manner, but more slowly. 
They all fuse at a temperature a little above 100°. The potash, soda, 
lime, and baryta-salts deflagrate explosively, like loose gunpowder, at a 
temperature considerably below redness. 


Binitroethylate of Soda. — Prepared by precipitating binitroethylate 
of lime with carbonate of soda, and evaporating the filtrate in a water- 
bath. The residue being treated with strong alcohol, the binitroethylate 
of soda dissolves, and is thus separated from the excess of carbonate of 
soda. The alcoholic solution evaporated to dryness in a water-bath, 
yielded minute scaly crystals, which were anhydrous. 


Frankland. 
At CaS Mick 24) ae leds. 
7M hea ae Fee 2.0 
DEN eR ee DO eee SOON 25°46 
NeOR EPs 2. OL es od 00) aa 27°60 
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CHP NaN?O* 1123. 749 100-00 


Binitroethylate of Baryta. —This salt is produced by adding caustic 
baryta in excess to a solution of binitroethylate of zinc, carbonic acid 
being passed through the solution until the excess of baryta is preci- 
pitated. It is then treated with sulphuretied hydrogen to remove a trace 
of oxide of zinc, which is still held in solution. After being heated to 
boiling for a few minutes, and then filtered, the solution is concentrated 
by evaporation, and finally dried down to a gummy mass, which does 
not crystallise on cooling: This is anhydrous binitroethylate of baryta. 
It is uncrystallisable, very deliquescent, and very soluble in water. Its 
solution is perfectly neutral to test-paper. 


Frankland. 
REC teers rst PH ay ert wel a GPRS od aces 14°65 
Deri Ae 5°08 Meee ol fe ee 3°28 
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Binitroethylate of Lime, C*H°CaN’0* + 3Aq.— This salt is readily 
prepared by treating a solution of binitroethylate of zine with excess 
of hydrate of lime, passing carbonic acid through the solution, and 
then boiling for a few minutes. The filtered solution deposits, on 
evaporation, beautiful silky needles of binitroethylate of lime, which 
contain three atoms of water, two of which are expelled at 100° C. An 
estimation of lime in this salt gave 20°76 per cent.; the above formula 
requires 20°59 per cent. 

When this salt in the state of coarse powder is exposed to the gradual 
action of strong sulphuric acid, in a vessel externally cooled, a quantity 
of gas is evolved, equal in weight to 80°6 per cent. of the salt, that is to 
say, almost exactly half that of the anhydrous acid contained in it 
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(59°6 p.c.). The gaseous mixture thus evolved had a sp. gr. of 1°3601 
and contained in 100 pts. 8°90 pts. of nitric oxide, 24:24 of olefiant gas, 
60°65 of nitrous oxide, and 6°21 of nitrogen. The liquid and solid 
products of the decomposition contained sulphate of lime, sulphovinate of 
lime, and sulphate of ammonia or ethylamine. 


Binitrocthylate of Magnesia, — Prepared by treating the solution of 
binitroethylate of zine with excess of caustic magnesia, boiling and 
filtering. The filtered solution, concentrated in a water-bath, yields 
granular crystals, which fuse at 100°, and dry up to a solid amorphous 
mass consisting of the anhydrous salt. 


Frankland. 
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Pinitroethylate of Zinc. — a. Basic. — C*H'ZnN?04,ZnO. — Pro- 
duced by the action of water on binitroethylate of zinc and zinc- 
ethyl (p. 556); also by exposing that compound to a stream of dry air, 
’ whereby neutral binitroethylate of zine and ethylate of zinc are formed, 
and treating the product with water : 


C*H®ZnN?01,C4H’Zn + 20 = C*H®ZnN?O0* + CiH®Zn0°*. 
and: 
C+H®ZnN?20* + C4H®ZnO? + HO = CtH>ZnN°0?,ZnO + C*H*O?, 


6. Neutral. — C*H’ZnN?*O*. — Preparation (p. 556). — Crystallises in 
minute colourless needles containing half an equivalent of water, which 
they retain when exposed over sulphuric acid iz vacuo. They melt 
below 100°, and gradually become anhydrous at this temperature. 
They are very soluble in water and in alcohol. The concentrated 
aqueous solution solidifies on cooling to a white fibrous crystalline mass. 
Heated suddenly in air to a temperature of about 300°, this salt does 
not deflagrate, but inflames, burning rapidly witha beautiful bluish green 
flame. 
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Binitroethylate of Zine with Zincethyl. — C®8HZn®N?04 = 
C*HeZnN20* + CtHoZn. — Preparation (p. 556). — It is also obtained by 
adding an ethereal solution of zincethyl to anhydrous binitroethylate 
of zinc. — Corresponding compounds appear to be formed in like manner with other 
salts of binitroethylic acid: these compounds are analogous to the compound of zinc- 


ethyl with iodide of zinc, which is formed so abundantly during the preparation of 
zincethyl. 


Binitroethylate of zinc and zincethyl is deposited from its ethereal 
solution in large colourless and transparent rhomboidal crystals, which 
instantly become opaque on exposure to the air, owing to the formation 
of an oxidised product. 


Frankland.* 
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C*#H°ZnN?01,C1H®Zn .... 183 .... 100°00 


The simplest expression of the analytical results is C'H>ZnNO?, which represents 
the salt as composed of 1 At. zinc-ethyl and 1 At. nitric oxide ; but the decomposition 
of the salt by oxidation and by the action of water (p. 556), seem to show that its true 
formula is that above given. 


The crystals dissolve with tolerable facility and without decomposi- | 
tion in anhydrous ether, but are instantly decomposed by anhydrous 
alcohol and by water. The compound exposed to the gradually increas- 
ing heat of an oil-bath, melts at 100°, then froths up and begins slowly 
to evolve gas. At 180°, the colour darkens, and a small quantity of a 
yellowigh liquid of penetrating odour, free from zincethyl, and possessing 
avery powerful alkaline reaction, distils over. This liquid, neutralised 
with hydrochloric acid and treated with bichloride of platinum, yielded 
a splendidly crystalline platinnm salt, which was obtained, however, in 
too small quantity to allow of its composition being determined. From 
180° to 190°, binitroethylate of zinc and zincethyl rapidly evolves gas 
consisting of 18°4 per cent. carbonic acid, 23°66 per cent. olefiant gas, 
and 57:94 per cent. of a mixture of hydride of ethyl, nitrogen, and 
protoxide of nitrogen. 


Binitroethylate of Copper. — This salt is prepared by mixing solutions 
cf binitroethylate of baryta and sulphate of copper. The filtered 
solution is of a magnificent purple colour; on evaporation in vacuo, it 
yields splendid purple needles, which contain half an equivalent of water, 
and may be obtained several inches in length; they are four-sided 
prisims. 


Frankland. 
Be Ceres ee et ere AS Ui ele Se 219760 
TE Hae arc aa ictes sss care LO Ae Oe te 3°93 
Aa Ps geas crastonuitoues 56:0 PCAC Tl Ey age 21°82 
DSO est cae tuners 19°3 SO Ol ear. SLL 
LEO Rr ae ete eae 56:0 Pape biota DAO a 
207 Cun7Ote- Agu. 200°3* 2. 100°002" 3 ...:. 100°00 


* In this and in the analysis of the other salts, the mean of the experimental’ 
numbers is given. 
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Binitroethylate of Silver is produced by double decomposition from 
binitroethylate of baryta and sulphate of silver. It is very soluble in 
water, crystallizes in very light scales, aud is so speedily decomposed, 
even with little exposure to light, that no satisfactory analysis could be 
made of it. 


Double Nitrate and Binitroethylate of Silver. —This salt 1s very 
sparingly soluble in water; it is precipitated in a crystalline granular 
form when concentrated solutions of binitroethylate of zinc and nitrate of 
silver are mixed. 
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Binitroethylic EHther.— Several attempts were made to prepare this 
compound by the usual methods of etherification, but with only very 
partial success. When crystallized binitroethylate of lime is distilled 
with sulphovinate of potash, aleohol comes over mixed with an ethereal 
liquid, which dissolves in water, but separates again on the addition of 
chloride of calcium, in the form of oily drops of a peculiar ethereal 
odour. The quantity was however so small as to preclude the possibility 
of fixing its composition. 


END OF VOL. XII. 
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